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Abstract: The use of natural products that can serve as natural herbicides and insecticides is a 18 
promising direction because of their greater safety for humans and environment. Secondary 19 
metabolites of plants that are toxic to plants and insects — allelochemicals — can be used as such 20 
products. Woody plants can produce allelochemicals, but they are studied much less than 21 
herbaceous species. Meanwhile, there is a problem of interaction of woody species with 22 
neighboring plants in the process of introduction or invasion, co-cultivation with agricultural crops 23 
(agroforestry) or in plantation forestry (multiclonal or multispecies plantations). This review 24 
describes woody plants with the greatest allelopathic potential, allelochemicals derived from them, 25 
and the prospects for their use as biopesticides. In addition, the achievement of and the prospects 26 
for the use of biotechnology methods in relation to the allelopathy of woody plants are presented 27 
and discussed. 28 
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 31 
1. Introduction 32 
Rice [1] defined allelopathy as effect of one plant on growth of another plant through release of 33 
chemical compounds into the environment. In 1996, the International Allelopathy Society 34 
recommended the following, more wide definition of allelopathy: “any process involving the 35 
secondary metabolites produced by plants, microorganisms, viruses, and fungi that influence the 36 
growth and development of agricultural and biological system (excluding animals), including 37 
positive and negative effects” [2]. However, negative effects are observed more often than positive 38 
ones. Allelopathy plays a significant role in forest ecosystems for the following reasons: 1) trees 39 
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release allelochemicals for long periods, and they may accumulate in soil to toxic levels, 2) one or 40 
only a few species dominate in the forest plantations, 3) allelochemicals affect the understory, and 41 
for some species they can affect the undergrowth, and in some cases can even cause problems in 42 
natural regeneration, and 4) introduced highly productive exotic trees may increase accumulation of 43 
allelochemicals in soil due to the inability of the local microflora to degrade them [3]. 44 
Allelochemicals are the products of secondary metabolism and have no nutritional value. 45 
According to the different structures and properties, allelochemicals can be classified into the 10 46 
categories: (1) water-soluble organic acids, straight-chain alcohols, aliphatic aldehydes, and ketones; 47 
(2) simple unsaturated lactones; (3) long-chain fatty acids and polyacetylenes; (4) quinines 48 
(benzoquinone, anthraquinone, and complex quinines); (5) phenolics; (6) cinnamic acid and its 49 
derivatives; (7) coumarins; (8) flavonoids; (9) tannins; and (10) steroids and terpenoids 50 
(sesquiterpene lactones, diterpenes, and triterpenoids) [4]. Plant secondary metabolites include 51 
about 200 thousand compounds, among which the most diverse are terpenoids (30,000), alkaloids 52 
(21,000), and phenolic compounds (8,000) [5]. In allelochemical trees, the most common are the 53 
terpenoids and phenolics. 54 
Reigosa [3] described five ways by which allelochemicals can be released into the environment 55 
from trees: stem flow, root exudation, leachates from aerial parts during rain, dew, and fog, volatiles 56 
from leaves or other plant parts, and litter decomposition. It is interesting to note that the greatest 57 
Russian poet Alexander Pushkin in his poem Anchar (1828) described all abovementioned ways of 58 
extracting poison from the Antiaris toxicaria tree except for litter decomposition. Studies have shown 59 
that various nutrients deficiency, as well as water stress, UV radiation, physical damage by 60 
herbivores or interspecific competition can enhance the production of allelochemicals and the 61 
sensitivity to allelochemicals [6]. 62 
For effective action, allelochemicals must reach a certain concentration. Their release is 63 
influenced by such environmental factors as temperature, duration and intensity of rainfall, type of 64 
soil and soil humidity [7]. Degradation by soil microorganisms also plays an important role in the 65 
accumulation of allelochemicals. Most allelochemicals are rapidly biodegraded in the soil, especially 66 
phenolics [7]. The most common method for assessing phytotoxicity is the Petri dish bioassay of 67 
extracts (leachates) on seed germination and seedling growth. Such studies are usually carried out 68 
on model plants, for example, Lactuca sativa, because of their rapid germination and genetic 69 
homogeneity. It allows comparing the results among different studies [8]. Evaluation of plants in the 70 
soil, in the greenhouse, is rare and even less often in field conditions. Evaluation in natural 71 
conditions is especially important for the reason that allelochemicals mainly act through the soil. For 72 
a short period of time, a contact exposure through leachates during rain or dew may be possible. In 73 
some species, it may be conducted directly through volatile compounds. It was proved that some 74 
volatiles (e.g., terpenoids in the eucalypt species) can be dissolved and absorbed by soil [9]. This is 75 
especially important for woody plants which grow and accumulate allelochemicals in soil for a long 76 
period of time. 77 
Various biological, chemical, and environmental factors can influence the allelochemical 78 
effectiveness for a particular species, such as: 1) specific plant toxins affect only particular species; 2) 79 
time or plant density required to reach toxic concentrations; 3) seasonal variation in toxicity; 4) 80 
synergistic effects of several allelochemicals; and 5) adsorption, leaching, and degradation in soils 81 
[10]. The strongest allelopathic effects were found in representatives of the genera Acacia, Ailanthus, 82 
Eucalyptus, Juglans, Leucaena and some conifer species. Most examples of allelopathy in trees are 83 
associated with exotic species that are rapidly becoming dominant in new ecosystems. Nowadays, 84 
allelopathy is considered to be the most important factor influencing invasion and spread of exotic 85 
plants [11]. The ‘‘novel weapons hypothesis’’ [12] suggests that an introduced species may have 86 
strong allelopathic effects on neighbouring plant species in a novel environment, because native 87 
vegetation has not evolved resistance to unique allelochemicals produced by the invader. Some trees 88 
that belong to the widespread plantation species are also invasive, such as eucalypts. As a result, due 89 
to the large areas occupied by these trees and because of their dominance, the significance of 90 
allelopathy of woody plants can reach the level of ecosystems. 91 
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Agroforestry is an approach to the sustainable land management in which trees are being 92 
grown like agricultural crops or together with them. This combination of agriculture and forestry 93 
can promote biodiversity and reduced erosion, but tree allelopathy can have also a negative effect on 94 
understory growth. However, mixed plantations are often better than monocultural ones [13]. Still, 95 
some allelopathy problems may also arise even in these cases. Understanding the allelopathic 96 
mechanism can help to select the appropriate combinations of plants. 97 
The effect of the trees’ allelochemics can vary from inhibiting to stimulating, which should be 98 
taken into account while selecting combinations of agricultural crops and trees for agroforestry 99 
systems. Autotoxicity is a type of intraspecific allelopathy, when plants release toxic chemicals into 100 
environment that inhibit germination and growth of the same plant species [14]. Autotoxicity is 101 
observed in woody plants in both natural forests and manipulated ecosystems, such as plantations. 102 
The ecological significance of autotoxicity lies in regulating plant population size over space and 103 
time, avoiding intraspecific competition and extending seed dispersal [14]. Under stress conditions, 104 
sensitivity to allelochemicals increases, and, thus, reducing the population size and, therefore, 105 
providing more resources to survivor plants [15]. 106 
Regeneration of natural forests is a very important ecological process in order to protect 107 
biodiversity and ecosystem balance. Autotoxicity is more common in coniferous forests, but some 108 
examples of it are also known for deciduous trees and forest plantations [14]. An important regulator 109 
of stand structure is the autotoxicity of tree allelochemicals [15]. The main reason for problems with 110 
natural regeneration in forest ecosystems is related to the litter, which falls intensively and can 111 
accumulate over years being the source of allelochemicals, particularly phenolics, which penetrate 112 
soil after degradation and leachation [14]. There are several potential mechanisms to avoid 113 
autotoxicity, including modification of allelochemicals, detoxification, sequestration, exudation, and 114 
resistance to the molecular target site, but yet there are no examples for the latter method available 115 
[16]. The most common methods are various postproduction modifications, such as glycosylation, 116 
methylation, and acylation, which not only reduce their toxicity by blocking reactive groups, but 117 
also increase stability and enhance water solubility, thus enabling transportation and/or storage in 118 
subcellular compartments [17]. The example of such protection in trees is the glycosylation of 119 
juglone [18]. Another method is the sequestering of toxins in vacuoles or in other specialized plant 120 
structures, such as trichomes or hairy glands [14]. This kind of protection is found in eucalypts: 121 
monoterpenes occur in secretory trichomes, and then they are released after volatilization. The 122 
detoxication of its own allelochemical is a relatively rare case. It is assumed that it is present in the 123 
seedlings of Leucaena leucocephala, which detoxifies mimosine into 3,4-dihydroxypyridine and then 124 
converts it into nontoxic metabolites [19]. The way of tree protection, when tree secrets a compound 125 
almost as quickly as producing it, has also not yet been described. In addition, some inactive 126 
allelochemicals released by plants can be converted into active form after degradation, for example, 127 
by soil microbes in some cases [14] or environmental factors (temperature, light, oxygen, etc.), for 128 
example, the toxic juglone is produced by oxidation of the non-toxic hydrojuglone. 129 
Plants can vary significantly in their sensitivity to the same type of phytotoxin. It has been 130 
shown that herbaceous species in the Ericaceae and Aquifoliaceae families are very sensitive to the 131 
black walnut, while the members of Liliaceae, Malvacea, and Taxaceae are highly tolerant, but the 132 
mechanism of tolerance to juglone is currently unknown [20]. The mechanism of this stability is 133 
unknown, but Orcutt and Nilsen [21] suggested the following protection options: 1) uptake 134 
reduction of allelochemicals at the surface of root, 2) compartmentalization of allelochemicals away 135 
from molecular target sites, and 3) detoxification of allelochemicals. It is known that plants that have 136 
been growing for a long time near the allelopathic species usually have a certain resistance. The 137 
study of these plants will help to understand the mechanisms of their protection. 138 
Plants are responding dynamically to changes in the environment through rapid induction and 139 
reversal of secondary metabolite production [22]. Terpenoids and phenolics in leaves and terpenoids 140 
in emissions are the secondary metabolites of forest trees most frequently studied in the context of 141 
their response to climate change [5]. The main changes are temperature increase and CO2 content. 142 
Studies have shown that higher concentration of CO2 increases phenolics in foliage and in emissions, 143 
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while warming has the opposite effect. In addition, CO2 together with warming increased phenolics 144 
in foliage, but reduced phenolics in woody tissues [5]. It should be taken into account that climate 145 
change can also lead to changes in allelopathic activity. This fact is especially important for woody 146 
plants that have been cultivated in the same place for many years. 147 
2. Allelopathic tree species 148 
2.1. Ailanthus altissima 149 
Tree of Heaven (Ailanthus altissima (Mill.) Swingle) from the Simaroubaceae family is a deciduous 150 
tree original in northeastern and central China. Due to its decorative properties, Ailanthus was 151 
introduced in Europe in the 1740s and the USA in the 1780s and has since spread widely across 152 
continents except Antarctica [23]. Ailanthus is very fast growing, possibly the fastest growing tree in 153 
North America [24]. It possesses high fecundity - it is able to multiply as seeds, up to 300 thousand 154 
units per season from a tree, which extend up to 200 m followed by 100% germination, and can 155 
propagate vegetatively from stumps and roots [25]. In addition, Ailanthus is highly resistant to 156 
pollutants and able to grow on poor soils, and contains allelochemicals [26]. All these factors make it 157 
highly invasiveness, especially in areas that are disturbed by human activity, such as roadsides and 158 
railways, wastelands and deforestation, and only cold and shading can limit its appearance and 159 
spread [27]. 160 
The negative effect of Ailanthus on the growth of neighboring plants was noticed a long time 161 
ago. For the first time, its phytotoxicity was evaluated by Mergen [28], who in a greenhouse 162 
experiment found a reduction in the growth of seedlings of 35 species of gymnosperms and 10 163 
species of angiosperms after treatment with Ailanthus leaflet extract, and only Fraxinus americana L. 164 
plants were not affected. Subsequently, the inhibitory effect of root bark powder was shown on 165 
Lepidium sativum L. [29], and Lawrence et al. [30] demonstrated that the extracts of the stem and 166 
leaves of A. altissima inhibit the germination and growth of seedlings of both the test species Lactuca 167 
sativa and those growing near Ailanthus - six herbaceous and one woody (Platanus occidentalis) 168 
species. Water extracts of A. altissima inhibited the germination and growth of radish seeds 169 
(Raphanus sativus L.), watercress (Lepidium sativum L.), portulaca (Portulaca olearacea L.) [26], oats 170 
(Avena sativa L.), rapeseed (Brassica napus subsp. Oleifera), and sunflower (Helianthus annuus L.) [31]. 171 
Leaf methanol extracts also inhibited germination and growth of Daucus carota roots depending on 172 
the concentration [32]. In addition to higher plants, extracts of A. altissima exerted an inhibitory effect 173 
in a dose-dependent manner on the cell density of cyanobacterium Microcystis aeruginosa and 174 
reduced the number of extracellular cyanotoxin microcystins [33]. 175 
These experiments were carried out under laboratory and greenhouse conditions, but they have 176 
a number of drawbacks that can be overcome only by field tests, which allow to test the following: 1) 177 
accumulation and preservation of allelochemicals in soil, 2) toxic effects on coexisting species, and 3) 178 
change in allelochemical effects in space and time [34]. Such studies are especially important for 179 
long-lived woody species, but they are quite rare. For the first time, similar studies were conducted 180 
by Gomez-Aparicio and Canham [34], which for two years have been evaluating the effect of 181 
Ailanthus on germination and growth of seedlings of three native tree species (Acer rubrum, A. 182 
saccharum, and Quercus rubra) in temperate forests of the United States. The effect was negative and 183 
species-specific. It was apparently influenced by both the differences between species, the response 184 
to allelopathy and changes in the availability of resources caused by the presence of Ailanthus. A. 185 
altissima significantly impoverished understory vegetation in the suburban forest of Fontainebleau 186 
in Paris area. There was a significant negative correlation of floristic richness with root suckers, 187 
which means that A. altissima allelopathy can be found in the area [35]. 188 
 189 
2.2. Eucalyptus 190 
It has long been known about the allelopathic properties of eucalypts. Lerner and Evenari [36] 191 
showed in their laboratory experiments that leaf extracts of Eucalyptus rostrata inhibited seed 192 
germination. Natural fog drip from E. globulus inhibits the growth of annual grass seedlings in 193 
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bioassays [37]. Since then, the impact of different Eucalyptus species was investigated in bioassays on 194 
different types of weeds, crops and tree species. May and Ash [38] showed that eucalypt extracts 195 
affected germination of the Lolium species. They came to the conclusion that allelopathy was likely to 196 
be a cause of the understory suppression by the Eucalyptus species. Aqueous leachate of fresh leaves 197 
of E. globulus showed an inhibitory effect on two perennial weeds: Cyperus rotundus L. and Cynodon 198 
dactylon L. Pers. [39]. Studies in the greenhouse confirmed that the leaf litter extract of E. 199 
camaldulensis had an inhibitory effect on Vigna unguiculata, Cicer arietinum, Cajanus cajan. Moreover, it 200 
inhibited the latter species to a greater degree. Therefore, it is not recommended for use in 201 
agroforestry the eucalypt-based systems [40]. The influence of the aqueous leaf leachate and leaf 202 
volatile of Eucalyptus urophylla on seed germination and seedling growth of seven native and three 203 
exotic tree species was studied by Fang [41]. The allelochemical effects varied depending on the dose 204 
and tested species. Aqueous and ethanolic extracts of E. erythrocorys L. caused an inhibitory effect on 205 
both - weeds (Sinapis arvensis L. and Phalaris canariensis L.) and cultivated crop (Triticum durum L.). 206 
Seedling growth was a more sensitive indicator than seed germination [42]. Finally, the eucalypt 207 
allelopathic properties were investigated to control algae bloom, which degrades water quality by 208 
producing the most potent toxins, which is a serious threat. Zhao et al. [43] was the first to study the 209 
effects of leaf extracts of Eucalyptus grandis × E. urophylla hybrids on the density of algae cells in 210 
mesocosm. Direct planting of eucalypts was significantly more effective, since, in addition to the 211 
isolation of allelochemicals, competitive absorption for macronutrients occurred as well. At the same 212 
time, plants or extracts had no adverse effect on diversity or abundance of the microbial community 213 
[43]. 214 
Due to the longevity of woody plants, it can be assumed that their allelochemical properties 215 
may change over time. To test this assumption on the three species (Raphanus sativus, Phaseolus 216 
aureus, and Lolium perenne), aqueous root extracts and rhizosphere soil from E. grandis plantations of 217 
different ages (2-, 4-, 6-, 8-, and 10-year old) were evaluated [44]. The extracts inhibited the 218 
germination and growth of plants, and the younger ones were affected to a larger degree. On the 219 
other hand, soil samples from 6, 8, and 10-year-old plantations demonstrated a remarkable 220 
stimulative effect on L. perenne. Thus, when evaluating the allelopathy of woody plants, their age 221 
should be taken into account. 222 
Experiments for plant allelopathy are often evaluated at the morphological (assessment of 223 
germination and growth) and physiological levels (photosynthesis, respiration, and enzyme 224 
activity). The eucalypt extracts or leachates demonstrated various effects at the physiological level, 225 
such as a decrease in the respiration rate and protein, carbohydrates, and nucleic acid contents [45], a 226 
change of activity of various antioxidant enzymes [46], increased H2O2 levels, and electrolyte leakage 227 
of the seedling membranes [47]. Such reactions, in general, were observed also for allelochemicals of 228 
other plants. The cytotoxic and genotoxic effects were much less evaluated. Under the influence of 229 
leaf extracts of E. globulus the Hordeum vulgare L. plants demonstrated significant mitotic 230 
abnormalities such as disturbed metaphases and anaphases and chromatin bridge [48]. In another 231 
survey, the comet assay and semi-quantitative RT-PCR methods were used to assess the genotoxic 232 
impact of the E. globulus leaves on soybean genome [49]. The assay showed a steady increase in the 233 
frequency of DNA damage in soybean nuclei and changes in transcript amounts of cysteine 234 
proteases and specific inhibitors genes. This research showed that E. globulus allelochemicals can 235 
have variable genetic effects on soybean plant and ultimately caused growth delay and yield falling 236 
[49]. 237 
Due to the fact that eucalypts are of great economic importance and occupy very large areas, 238 
field experiments with eucalypts are carried out more often than with other allelopathic trees. In 239 
allelopathic studies, the main object of study is leaves or litter. Meanwhile, it is widely known that 240 
the continuous planting of eucalypts in monoculture can cause the accumulation of phytotoxins in 241 
soil, which leads to its degradation and loss of productivity [50]. The allelopathic effect of leaf litter 242 
and living roots of E. urophylla on seed germination and seedling survivorship of three common 243 
native tree species – Delonix regia, Tsoongiodendron odorum and Elaeocarpus sylvestris – were studied in 244 
[51]. These field experiments showed that the presence of the E. urophylla roots significantly 245 
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inhibited the growth of seedlings of all three species, unlike the litter which did not affect them. 246 
Later, this experiment was extended to 12 native broad-leaved tree species. All of them were 247 
endemic for South China and had high economic value. The experiment lasted for more than two 248 
years [52]. The results showed that poor establishment of native trees in the Eucalyptus plantations 249 
were mainly due to the Eucalyptus roots rather than its litter. On the opposite, the litter stimulated 250 
the germination and growth of seedlings of the most tested species. However, an experiment with 251 
crops gave another result. Zhang et al. [53] evaluated the effect of three eucalypt species (E. urophylla 252 
Blake, E. citriodora Hook., and E. camaldulensis Dehnh) on Raphanus raphanistrum var. sativus L. G. 253 
Beck, Cucumis sativus L., and Brassica rapa var. glabra Regel, but instead of living roots, live root 254 
exudates were used. It was found that the allelopathic effects of the leaf litter extracts were stronger 255 
than the root exudates. According to the results, it was concluded that radish is unsuitable for 256 
cultivation with these species of eucalypts, while cucumber and Chinese cabbage can be cultivated 257 
provided that the leaf litter is removed. Although, Chinese cabbage could be grown only with E. 258 
urophylla. 259 
The effect of leaf litter of E. camaldulensis depended on the species [54], when a leaf litter was 260 
added to the soil in doses of 100 to 2000 kg / ha with an average accumulation of 1028 kg / ha / year 261 
litterfall in a plantation. The litter had no effect on growth of crops Vigna unguiculata, Cicer arietinum, 262 
and Cajanus cajan, but significantly reduced it in woody plants Leucaena leucochephala and Albizia 263 
procera. The litter inhibited root growth to a greater extent than shoot growth. There was an 264 
inhibitory effect on nodulation of Vigna unguiculata and Albizia procera. This study confirmed the 265 
allelopathic effects of E. camaldulensis in field conditions, where the influence of numerous biotic and 266 
abiotic factors have been taken into account along with a careful selection of crops for agroforestry 267 
systems [54]. The results of this experiment are somewhat different from the studies in the 268 
greenhouse, where it showed that for mixed plantations with E. camaldulensis presence it is better to 269 
use Leucaena leucochephala than Albizia procera [40]. 270 
Field tests with four common broad-leaved tree species, three native subtropical evergreen 271 
forest species Acmena acuminatissima, Pterospermum lanceaefolium, and Cryptocarya concinna, and one 272 
introduced nitrogen-fixing species Albizia lebbeck, showed significant differences between 273 
plantations of Eucalyptus urophylla and Pinus elliottii [55]. The root growth of the three forest species 274 
sown in the soil where the eucalypt plantation was located was significantly reduced in comparison 275 
to the pine plantation, but no difference was found for Albizia lebbeck. The authors believed that these 276 
differences were not necessarily related to the status of plants (native or introduced), but most likely 277 
with responses of N-fixing and non N-fixing trees to allelopathy [55]. The experimental results 278 
suggested that the N-fixing trees can be used in the mixed with eucalypt plantations. However, these 279 
results were not consistent with another extensive study, where in order to evaluate allelopathy in 280 
the field conditions, E. urophylla was planted among the seedlings of 20 broad-leaved woody species, 281 
and their survival and growth rate were evaluated during the 10-year period [56]. Based on the 282 
results of this experiment 20 species could be divided into two types: inhibited and 283 
stimulated/unaffected by aqueous extracts of E. urophylla. Compared to the inhibited species, the 284 
uninhibited species grew faster and survived better. In this study, the three N-fixing species did not 285 
show better survival and growth than non-N-fixing species, while A. lebbeck and L. leucocephala 286 
demonstrated the lowest survival rate and growth rate. This study allowed to select woody species 287 
that are good candidates for the mixed with E. urophylla plantations [56]. 288 
 289 
2.3. Fabaceae 290 
Acacia dealbata Link, originated from Australia, is one of the most invasive plants in many parts 291 
of the world, where its expansion leads to a decline in populations of native species and threatens 292 
local plant biodiversity [57]. This species was introduced into Europe as ornamental in the 1790s and 293 
quickly became invasive in the Mediterranean countries due to its rapid growth, high fertility and 294 
fast resprouting from stumps and roots following cutting, fire or frost [58]. 295 
Involvement of the A. dealbata allelopathy in the competition was demonstrated by Reigosa et 296 
al. [59], who proved that soil extracts from the A. dealbata sites during its flowering inhibit 297 
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germination and growth of Trifolium repens and Lolium perenne. It was later shown that soil percolates 298 
from the A. dealbata plantation inhibited the germination and growth of Lactuca sativa stronger than 299 
throughfall and stemflow, and an increase in phytotoxicity coincided with the acacia flowering 300 
period and the germination of undergrowth species, which increased the allelopathic effect [60]. 301 
Lorenzo et al. [61] evaluated the role of allelopathy in the distribution of A. dealbata in Southern 302 
Europe using throughfall, litter leachate, and aqueous soil extracts collected in the main 303 
phenological and stress phases of the tree, i.e. formation of pods, in a period of severe drought, 304 
during formation of inflorescences, and in the flowering period. The effects of the A. dealbata extracts 305 
on the germination and growth of Lactuca sativa, Arabidopsis thaliana, Zea mays, and Dactylis glomerata 306 
were species-specific and more often stimulating rather than inhibiting. Such a reaction can have 307 
long-term negative effects on native plant populations, since advanced growth during periods of 308 
scarce resources can be harmful [61]. The decomposition of the A. dealbata plant materials showed 309 
high phytotoxic activity against Lactuca sativa, Trifolium repens, and Lolium perenne, with toxicity 310 
being maintained for up to 16 weeks [62]. In order to investigate the mechanism of germination and 311 
growth inhibition, evaluation of the physiological parameters of the native understory species in 312 
Northwest Spain was carried out [63]. Net photosynthetic and respiration rates of Hedera hibernica, 313 
Dicranum sp., Dactylis glomerata L., and Leucobryum sp. were significantly affected by canopy leachate 314 
and apical branche macerate of A. dealbata, with the strongest effect during the flowering period. 315 
These results showed that A. dealbata could limit distribution of understory species [63]. 316 
In order to obtain a solution of the A. dealbata allelochemicals at natural concentrations Aguilera 317 
et al. [64] factored in amount of precipitations and naturally accumulated litter in Chile under 318 
conditions similar to the Mediterranean climate. The obtained aqueous extracts of various parts of A. 319 
dealbata showed a significant inhibition of growth, but not germinating capacity of Lactuca sativa L. 320 
Since all parts of the plant induced inhibition, A. dealbata is capable of showing allelopathic 321 
properties during the entire phenological cycle. 322 
It is considered that the invasive properties of A. dealbata are also caused by allelopathy, but the 323 
importance of this factor among others (i.e. direct competition, changing growth conditions and soil 324 
properties) has not been tested. The study in natural environment [65] suggested that the main factor 325 
affecting the establishment of both native and invasive species is shaded microhabitat in dense 326 
populations of A. dealbata, rather than changes in soil properties or allelopathy. The authors 327 
concluded that a negligible effect of A. dealbata allelopathy implies a secondary role of 328 
allelochemicals during the invasion of this species in European forests. The results of this research 329 
contradicted the previous ones that showed a significant allelopathic effect on various plant species, 330 
which proves yet again the importance of field studies. 331 
Studies on allelopathy were also carried out on other types of acacia. Extracts of phyllodes from 332 
Acacia melanoqlon R.Br. inhibited growth of Lactuca sativa rather than its germination [66], and flower 333 
extracts proved more phytotoxic than phyllodes against germination and growth of Dactylis 334 
glomerata, Lolium perenne, Rumex acetosa, and Lactuca sativa [67]. The A. mangium acueous leaf extracts 335 
inhibited germination and growth of Oryza sativa [68]. One of the very few field studies on 336 
allelopathy in acacias was carried out on A. pennatula in Nicaragua. Seedling survival of native tree 337 
species Guazuma ulmifolia Lam., Enterolobium cyclocarpum Griseb., and Cedrela odorata L. under the 338 
canopy was about 20-30% lower than outside [69]. Seedling mortality increased with the advance of 339 
the dry season, although higher soil moisture conditions were under the canopy. The authors 340 
believed that A. pennatula inhibits the growth of plants under the canopy with the help of 341 
allelopathy, reducing the relative weight ratio of roots, which is critical during the dry season. 342 
There is another tree plant with allelopathic properties in the family of Fabaceae – Leucaena 343 
leucocephala. This fast-growing nitrogen-fixing tree, native in Mexico and Central America, is notable 344 
for its tolerance to various abiotic and biotic stresses. Its introduction as an animal fodder began in 345 
the 16th century from the Philippines, and since then it has spread widely across tropical and 346 
subtropical regions [70]. Due to its high nutritional value – the concentration of crude protein 347 
comprises about 30% – Leucaena is known as the “alfalfa of tropics” [71]. However, high contents of 348 
anti-nutritional factors, such as mimosine and condensed tannin, can lead to a number of toxic 349 
Molecules 2019, 24, x FOR PEER REVIEW 8 of 57 
 
symptoms in animals and limits nutritive value of its foliade [72]. The leaves and litter of L. 350 
leucocephala inhibited germination and growth of Zea mays in laboratory and greenhouse studies [73]. 351 
It was shown that phenols (a well-known group of allelochemicals) in the leaves and litter were 352 
responsible for the allelopathic effect. Evaluation of the influence of fallen leaves of L. leucocephala on 353 
a tree species Albizia procrai and three crops Vigna unguiculata, Cicer arietinum, and Cajanus cajan 354 
showed that litter stimulated shoot growth in low doses and inhibited it in high doses [40]. The 355 
phytotoxicity of Leucaena against aquatic weeds has also been tested. Leaf disc assay with Eichhornia 356 
crassipes (Mart.) Solms., an invasive aquatic weed in many regions of the world, showed that leaf 357 
leachate of L. leucocephala enhanced electrolyte leakage, decline mitochondrial respiration and 358 
inhibits antioxidant enzymes in treated tissues [74]. 359 
 360 
2.4. Juglandaceae 361 
Walnut phytotoxicity is the oldest example of allelopathy. Roman naturalist and natural 362 
philosopher Pliny the Elder was the first to describe its inhibiting effect on surrounding vegetation 363 
in his Naturalis Historia (circa 77 AD) stating that “the shadow of walnut trees is poison to all plants 364 
within its compass” [75]. It was found later that other plants of the Juglandaceae family, such as black 365 
walnut (Juglans nigra L.), also possess this ability. These plants’ allelopathy under the laboratory 366 
conditions was demonstrated almost 100 years ago, when Massey [76] discovered that the black 367 
walnut root bark extract caused wilting of tomato plants. 368 
Unlike forest tree species with allelopathic properties nuciferous are considered to be 369 
agricultural crops; and any possibility of their cultivation together with other cultivated species 370 
possesses considerable interest. In order to select species that could be cultivated in vicinity of a 371 
walnut tree, Kocacaliskan and Terzi [77] evaluated the walnut leaf extracts effect on germination and 372 
growth of 11 agricultural crops, both monocotyledons and dicotyledonous. The effect depended on 373 
the species, and the growth was inhibited to a greater extent than germination. It was unexpectedly 374 
demonstrated that the growth of Cucumis melo was stimulated by the extract, which indicates a 375 
possibility of its cultivation near the walnut trees. Experiments conducted in a greenhouse showed 376 
that walnut extracts were strongly inhibiting both vegetative and reproductive growth of 377 
Fragaria×ananassa L. plants, and were reducing the N, K, Ca, Fe, and Mn content in leaves, as well as 378 
total soluble solid and vitamin C in berries [78]. Allelochemicals could not only be washed out of 379 
leaves by rain, but also fall into soil from leaf litter. To assess allelopathic activity of the walnut leaf 380 
litter, it was added to the soil for cultivating the Lactuca sativa var. angustata [79]. Tree waste was 381 
inhibiting the shoot weight of lettuce especially during the early growth stage or with large 382 
amounts, while also reducing the chlorophyll a and b and carotenoids content. Twenty-eight 383 
compounds were identified with three solvent extracts, and some of them, such as lupenone, lupeol, 384 
fatty acids, and phenolic acids possess the allelopathic activity [79]. 385 
In addition, the walnut extracts efficiency was tested on weeds. NatureCur® preparation based 386 
on the extract from leaves, fruits, and branches of black walnut was evaluated on weeds in 387 
laboratory (4 species), greenhouse (7 species), and in a commercial almond orchard that was 388 
naturally infested with Conyza canadensis [80]. The preparation was inhibiting seed germination in 389 
Petri dishes and was causing complete loss when being treated with 20-43% concentration 390 
depending on the type in a greenhouse and with a 43% concentration when being treated under field 391 
conditions. The extract showed properties of systemic herbicide with xylem transport and had 392 
prospects as a pre-and post-emergence bioherbicide. 393 
 394 
2.5. Other decidious trees 395 
Studies of other hardwood angiosperm tree species and their allelopathic properties carried 396 
since 2000 are presented in Table 1. 397 
Table 1. Allelopathy of the angiosperm tree species. 398 
Allelopathic species Test speciesa Analysis type Compounds Reference 
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Allelopathic species Test speciesa Analysis type Compounds Reference 
Albizia lebbeck crops (5) laboratory bioassay leaf extracts [81] 
Azadirachta indica weeds (4), crops (3), 
grass (1) 
laboratory bioassay leaf extracts, 
allelochemicals 
[82] 
Azadirachta indica crops (6), weeds (3) laboratory bioassay bark and leaf extracts [83] 
Castanea dentata Lactuca saliva, trees (6) laboratory bioassay leaf extracts [84] 
Lonicera maackii Lonicera maackii, grasses 
(5) 
laboratory bioassay leaf extract [85] 
Lonicera maackii Arabidopsis thaliana laboratory bioassay leaf extract [86] 
Casuarina equisetifolia crops (1), weed (1) laboratory bioassay fog-drip leachates; 
needle, litter, cones 
and soil extracts 
[87] 
Morus alba crops (1), weeds (1) laboratory bioassay, 
pot culture 
leaf extract [88] 
Nerium oleander weeds (1) laboratory bioassay, 
pot culture 
leaf extract [89 
Populus deltoides crops (7) laboratory bioassay, 
pot culture 
leaves leaf [90] 
Quercus 
leucotrichophora 
Quercus leucotrichophora laboratory bioassay, 
pot culture 
bark, leaf, bark and 
leaf litter extracts 
[91] 
Rhamnus cathartica herbs (4) greenhouse, field leaves and fruits [92] 
Rhamnus cathartica herbs (3), trees (2) pot culture leaves and roots [93] 
Rhamnus cathartica crops (1) laboratory bioassay fruits, leaf, root and 
bark extracts 
[94] 
Robinia pseudo-acacia Lactuca sativa, crops (2), 
weeds (2), herbs (2) 
laboratory bioassay leaf extracts [95] 
Tectona grandis crops (1), weeds (2) laboratory bioassay leaf extracts [96] 
Tectona grandis Lactuca sativa, crops (4) laboratory bioassay allelochemicals [97 
Tectona grandis, 
Aleurites fordii, 
Gliricidia sepium, 
Maytenus buxifolia 
Lactuca sativa, crops (4) laboratory bioassay allelochemicals [98] 
Ulmus pumila grasses (3) laboratory bioassay, 
pot culture 
leaf litter extracts [99] 
Vachellia sieberiana, 
Albizia adianthifolia, 
Buddleja saligna, 
Combretum kraussii, 
Halleria lucida, 
Rapanea melanophloeos 
Lactuca sativa laboratory bioassay leaf extracts [100] 
Ziziphus spinachristi crops (4) laboratory bioassay leaf extracts [101] 
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aTest species are combined in crops, grass and weed groups. Number of species in each group are 399 
presented in parentheses. Full species names are given for the standard test species, as well as for the 400 
species, which autotoxicity was evaluated. 401 
 402 
2.6. Gymnosperm species 403 
Conifers differ from angiosperm species mentioned earlier in the article. The latter ones were 404 
invasive, plantation or agricultural trees that are not threatened with a reduction in habitat and 405 
which usually use allelopathy against other species, then there is a different situation with conifers: 406 
many natural coniferous forests are cut down due to their high commercial value, but their 407 
restoration is difficult. Unfortunately, natural regeneration doesn’t occur at all or is very slow. 408 
Coniferous forests are usually characterized by lesser understorey vegetation and by regeneration 409 
problems, and one of the reasons for this is allelopathy, although such differences from angiosperms 410 
as slower growth, later fruition, etc., play a role. Allelopathy in conifers often manifests itself in the 411 
form of autotoxicity, and this has been reported for different conifer species [73]. 412 
Apparently, the first message about conifer congestion allelopathy appeared more than 300 413 
years ago in Japan: Lee and Monsi [102] found an ancient document, in which Banzan Kumazawa 414 
reported that red pine (Pinus densiflora Sieb. Et Zucc.) was harmful to crops growing under their 415 
canopy. More than 100 species are included in the Pinus genus; and they are widely spread as native 416 
species throughout the entire Northern Hemisphere occupying large areas in South America, 417 
Australia, and New Zealand as plantation species. Understory vegetation under the canopy of pine 418 
trees in several species is rather poor, and this is not associated with shading, since pine forests are 419 
characterized by high intensity sunlight. Allelopathic interactions are assumed to play an important 420 
role under these conditions [1]. Much research on coniferous allelopathy is associated with various 421 
types of pine trees, possibly due to the great economic value of these plants. Allelopathic species of 422 
conifers are characterized by a large variety of allelochemicals, and therefore will be discussed in 423 
detail in the relevant chapter. Species with allelopathic activity studied since 2000 are presented in 424 
Table 2. 425 
Table 2. Allelopathy of gymnosperm species. 426 
Allelopathic species Test speciesa Analysis type Compounds Reference 
Araucaria angustifolia Lactuca sativa laboratory bioassay needle extracts [103] 
Cunninghamia 
lancealata 
Cunninghamia 
lancealata 
laboratory bioassay, 
pot culture 
stump-roots extracts, 
stump-roots 
[104] 
Cunninghamia 
lancealata 
Cunninghamia 
lancealata 
laboratory bioassay leaf and root extracts, 
rhizosphere soil 
[105] 
Cunninghamia 
lancealata 
Cunninghamia 
lancealata 
laboratory bioassay root extracts [106] 
Cunninghamia 
lancealata 
Cunninghamia 
lancealata 
laboratory bioassay allelochemicals [107] 
Cunninghamia 
lancealata 
Cunninghamia 
lancealata 
pot culture leaf and plastic litter [108] 
Juniperus ashei Buchh. grass (1) sandwich method, 
field 
leaf and litter leachate [109] 
Latix gmelini tree (1) pot culture root, bark, branch and 
leaf extracts 
[110] 
Picea schrenkiana Picea schrenkiana, 
Latuca sativa, crops (5) 
laboratory bioassay allelochemicals [111] 
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Allelopathic species Test speciesa Analysis type Compounds Reference 
Picea schrenkiana Picea schrenkiana laboratory bioassay needle extracts, 
allelochemicals 
[112] 
Pinus densiflora crops (1), weeds (1) laboratory bioassay allelochemicals [113] 
Pinus densiflora Latuca sativa, crops (2), 
weeds (3) 
laboratory bioassay allelochemicals [114] 
Pinus halepensis Lemna minor, weeds 
(3) 
laboratory bioassay, 
pot culture 
needles, needle extracts [115] 
Pinus halepensis Pinus halepensis field needle leachates [116] 
Pinus halepensis Lactuca sativa, herb (1) laboratory bioassay root and needle extracts [117] 
Pinus halepensis Miller Pinus halepensis laboratory bioassay needle and roots 
extracts, litter 
[118] 
Pinus halepensis Pinus halepensis, 
Lactuca sativa, herb (1) 
laboratory bioassay needle and roots 
extracts 
[119] 
Pinus halepensis grasses (12) laboratory bioassay needle extracts, soil 
rhizosphere 
[120] 
Pinus pinea weeds (3) laboratory bioassay essential oils [121] 
Pinus roxburghii herb (1) laboratory bioassay, 
pot culture 
needles and bark 
extracts, needle litter 
[122] 
Pinus thunbergii, 
Pinus tabuliformis и 
Pinus koraiensis 
Pinus thunbergii, Pinus 
tabuliformis, Pinus 
koraiensis 
field needle leachates [123] 
Taxus baccata Taxus baccata field needls [124] 
Taxus baccata crops (2) laboratory bioassay aril, leaf and bark 
extracts 
[125] 
Thuja plicata, T. 
occidentalis, Abies 
amabilis, A. balsamea, 
A. grandis, A. 
lasiocarpa, Tsuga 
canadensis, T. 
mertensiana, T. 
heterophylla 
Arabidopsis thaliana laboratory bioassay extracts of resin 
vesicles from seeds 
[126] 
Wollemia nobilis crops (1), grass (1) laboratory bioassay leaf extract [127] 
aTest species are combined in crops, grass and weed groups. Number of species in each group are 427 
presented in parentheses. Full species names are given for the standard test species, as well as for the 428 
species, which autotoxicity was evaluated. 429 
 430 
3. Allelochemicals in trees 431 
3.1. Ailanthone 432 
The tissues of various Ailanthus species contain a large number of biologically active 433 
compounds, such as alkaloids, terpenoids, steroids, flavonoids, and volatile oils – about 200 in total 434 
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[32]. The studies periodically discover the new ones, for example, in the A. altissima bark [128] or 435 
fruits [129]. Among them, the quassinoids stand out and represent highly oxygenated degraded 436 
triterpenes with a bitter taste, which can be found only in Simaroubaceae family. They took their name 437 
from the first compound of this class – quassin isolated from Quassia amar [130]. 438 
A. altissima produces a range of quassinoids, including ailanthone, amarolide, acetyl amarolide, 439 
2-dihydroailanthone, ailanthinone, chaparrin, chaparrinone, quassin, neoquassin, shinjulactone, and 440 
shinjudilactone [131]. In the mid-1990s, it was confirmed that the reason for the phytotoxic effects of 441 
A. altissima is ailanthone (Fig. 1). Its inhibitory effects on Brassica juncea, Eragrostis tef, and Lemna 442 
minor were shown in bioassays [132], and then confirmed on Lepidium sativum [131]. Later, De Feo et 443 
al. [26] identified several additional quassinoid derivatives and showed that ailanthinone (Fig. 2), 444 
chaparrine, and ailanthinol B (Fig. 2) also have an inhibitory effect on germination and growth of the 445 
roots of Raphanus sativus L., Lepidium sativum L., and Portulaca oleracea L. The most powerful 446 
allelochemical is ailanthone. Since the inhibitory effect of the extracts depended on the solvent and 447 
the plant organ, the authors suggested that the quality and quantity of allelochemicals may vary in 448 
different organs of A. altissima. Recently, a number of other metabolites has been identified in the 449 
cortex of A. altissima, among which tetracyclic triterpenoids (altissimanins) and terpenylated 450 
coumarin (altissimacoumarin) are of particular interest as potential allelochemicals [133]. 451 
 452 
 453 
Figure 1. Ailanthone. 454 
 455 
 456 
Figure 2. Allelochemicals of Ailanthus altissima. 457 
 458 
The phytotoxicity of ailanthone suggested its use as a natural herbicide. In the greenhouse, 459 
treatment with root bark extract of ailanthone at a dose equivalent of 0.5 kg/ha resulted in the 460 
complete death of five among seven plant species [131]. Studies have shown that the post-emergence 461 
herbicidal activity of ailanthone was higher than pre-emergence one [131,132]. Similar results were 462 
showed by the field tests. Post-emergence treatment of 17 species of weeds and crops with stem bark 463 
extracts led to the death or severe damage of most species in 5-6 days [134]. 464 
The experimental results showed that ailanthone has a powerful herbicidal and post-emergence 465 
effect, which can be compared to synthetic herbicides such as glyphosate and paraquat [131]. Its 466 
disadvantages include low selectivity and rapid degradation by soil microorganisms. It turned out 467 
to be toxic for both weeds and crops, both for monocots and dicots (to a greater extent), but some 468 
species from the Malvaceae family such as cotton (Gossypium hirsutum) and velvet leaf (Abutilon 469 
Ailanthinone          Ailanthinol B 
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theophrasti) proved to be resistant [131]. Due to microbial activity, the ailanthone lost phytotoxicity 470 
after five days in normal soil, but kept it high for 21 days in sterile soil [131]. The rapid 471 
decomposition of ailanthone was also confirmed in field conditions [134]. Low persistence is 472 
beneficial from an environmental point of view, but it requires repeated treatments during the 473 
growing season. 474 
Except for quassinoids, other compounds of Ailanthus may have allelopathic activity. The 475 
volatile oil and phenolic constituents of leaves and the phytotoxic properties of extracts were studied 476 
by Albouchi et al. [32]. In total, 139 substances were identified in leaves' essential oils, which were 477 
mainly non-terpenic compounds (tetradecanol, heneicosane, tricosane, and docosane) and 478 
sesquiterpene hydrocarbons (α-curcumene and α-gurjunene). The composition of the essential oils 479 
depended on the part of the plant, the stage of its development and the geographical area where it 480 
was collected. Methanol extracts inhibited the germination and growth of the roots of Daucus carota 481 
L. The phytotoxic effect correlated better with extracts with a higher content of phenols. The reason 482 
for that can be such putative allelochemicals as gallic acid, chlorogenic acid, glucosylated quercetin, 483 
and glucosylated luteolin [32]. In another study, the composition of essential oils from various 484 
organs of A. altissima – roots, stems, leaves, flowers, and samaras was evaluated [135]. The essential 485 
oils' content varied from 0.012 (roots) to 0.083% (stems). There were identified 69 compounds, the 486 
content of which strongly depended on the plant organ. Although in this and previous work, the 487 
assessment was carried out on Ailanthus plants from Tunisia, only 17 compounds were the same in 488 
both studies and only four in essential oils' leaves. The reason may be genetic differences, 489 
environmental factors, and various metabolic pathways [135]. Essential oils from various organs of 490 
A. altissima inhibited the germination and growth of Lactuca sativa. The observed phytotoxic effect 491 
can be associated with caryophyllene oxide, b-caryophyllene, germacrene D, and hexahydrofarnesyl 492 
acetone (Fig. 3), which prevailed in essential oils from flowers and leaves, stems, roots and fruits, 493 
respectively [135]. 494 
 495 
 496 
Figure 3. Compounds of the Ailanthus altissima essential oil. 497 
Caryophyllene oxide       b-Caryophyllene 
 
Germacrene D      Hexahydrofarnesyl acetone 
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 498 
3.2. Juglone 499 
Juglone (5-hydroxy-1,4-naphthalenedione) (Fig. 4) is the main allelochemical in the Juglans 500 
genus. Juglone was first extracted in 1856 from a pericarp of walnut [136]); and somewhat later it 501 
was synthesized, and its structure was determined [137]. Massey [76] suggested that the toxic for 502 
tomato plants compound made of the black walnut extract might be the juglone; and soon Davis 503 
[138] demonstrated for the first time that the substance from hulls and roots of black walnut that was 504 
toxic for tomato and alfalfa plant was juglone. 505 
 506 
 507 
Figure 4. Juglone. 508 
 509 
Juglone belongs to naphthoquinones, a group of secondary metabolites with cytotoxic 510 
properties that are widespread in nature. Naphthoquinones were synthesized in more than 200 511 
species of higher plants representing the Droseraceae, Ebenaceae, Juglandaceae, Plumbaginaceae and 512 
other families [139]. As of today, juglone was extracted from plants of the following species in the 513 
walnut family (Juglandaceae): Persian walnut (J. regia L.), black walnut (J. nigra L.), Manchurian 514 
walnut (J. mandshurica Maxim.), pecan (Carya illinoensis (Wangenh.) K. Koch), Caucasian walnut 515 
(Pterocarya fraxinifolia Lam.), etc. [140]. Studies demonstrated that juglone was able to produce 516 
inhibitory effects on the insect larval development, sedative effects on fish and animals; besides, it 517 
developed antimicrobial, antifungal, and antiparasitic activity [141]. In addition, juglone manifested 518 
activity against many types of tumors [142]. 519 
Juglone could be found in various parts of walnut trees: leaves, stems, fruit hulls, inner bark, 520 
and roots [78]. According to [143], the maximum concentration of juglone in black walnut trees was 521 
noted in fruits, in leaves it fell almost 2 times, in vegetative and flower buds - by 5-7%, and in 522 
conducting tissues - unit percents and fractions of a percent of the content in fruits. Juglone content 523 
in the walnut kemel varied from 7 to 19 mg/100 g, and in the thin skin (pellicle) - from 190 to 727 524 
mg/100 g depending on the variety [144]. While in the fresh walnut leaves the juglone content 525 
ranged from 13.1 to 1,556.0 mg/100 g of dry weight [145]. Juglone content in annual shoots of four 526 
walnut varieties was increasing from the end of May, and reached its maximum in mid-July 527 
(average of about 200 mg/100 g DW). After that it was decreasing, and dynamics looked similar for 528 
all the varieties [146]. Similar dynamics was demonstrated for walnut leaves: accumulation peak 529 
was observed in mid-July (48.2-108.0; average of 73.8 mg/100 g FW in 9 grades) [147]. 530 
Unlike other wood allelopathic cultures, which phytotoxicity was firstly examined using 531 
extracts and filtrates, and only afterwards the effect of main components was investigated, with the 532 
walnut main attention being paid to juglone, the active substance, and not to the vegetable extracts. 533 
Juglone inhibited growth of coniferous species seedlings (Larix leptolepis, Picea abies, Pinus strobus, 534 
and P. sylvestris) at a concentration of 10-4 M and was lethal at concentration from 10-2 M to 10-4 M 535 
depending on the species [148]. In addition, 16 herbaceous and woody species also were sensitive to 536 
juglone, but seed germination and radicle elongation were less affected than shoot elongation and 537 
dry weight accumulation [75]. Juglone inhibited the algal species growth under laboratory 538 
conditions, but its potential for aquatic management purposes is limited, as it appears to be more 539 
toxic for fish [149]. 540 
Numerous studies were conducted to study the juglone phytotoxicity mechanism. Studies 541 
performed using hydroponically grown Zea mays L. and Glycine max L. Merr. Soy plants showed that 542 
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juglone inhibited the following physiological parameters: photosynthesis, transpiration, stomatal 543 
conductance, leaf and root respiration [150], H+-ATPase activity, water uptake, and acid efflux [141]. 544 
Juglone decreased chlorophyll a and b contents and reduced some anatomical structures (xylem 545 
vessel and bundle radius of stem, stomata length and stomata number of the cotyledons) of the 546 
cucumber seedlings [151]. Bohm et al. [152] showed that exposure to juglone led to significant 547 
increase in phenylalanine ammonia-lyase activity, lignin content and its p-hydroxyphenyl (H) 548 
monomer and decrease in soluble and cell wall-bound peroxidase activities in the roots of soybean 549 
(Glycine max (L.) Merrill). 550 
These works indicated the effect of juglone on various processes in plants, but the main 551 
mechanism of its action was participation in oxidative stress. The naphthoquinones biological role 552 
lies in redox cycling, i.e. a cyclic process of reducing the compound followed by (aut)-oxidation of 553 
the reaction product under concomitant generation of reactive oxygen species [153]. The juglone 554 
ability to generate reactive oxygen species was confirmed in many studies; however, cellular, 555 
biochemical and transcriptional changes involved in this plant response are of particular interest. 556 
Such studies appeared only during the latest decade. The transcriptional activity of glutathione 557 
transferase gene encoding important cytoprotective enzyme was significantly enhanced in maize 558 
seedlings reacting to the juglone-induced oxidative [154]. Exposure of rice seedlings to juglone 559 
induced reactive oxygen species production and calcium accumulation in roots [155]. Large-scale 560 
analysis of the transcriptome demonstrated changes in transcript levels of genes related to 561 
phytohormone metabolism, cell growth, cell wall formation, chemical detoxification, etc. The data 562 
obtained suggest that the inhibition of root elongation was passing via abscisic, jasmonic, and 563 
gibberellic acids, and antioxidant enzymes were involved in protection against juglone toxicity. 564 
Tobacco seedlings cultivated on nutrient medium supplemented with juglone led to inhibiting the 565 
roots growth and increasing the reactive oxygen species content there [156]. Plants reacted to stress 566 
by upregulation of two proline synthesis genes and downregulation of a proline catabolism gene 567 
increasing the proline concentration, which ensured juglone-induced changes mitigation. Using the 568 
Lactuca sativa L. seedlings, a complex mechanism of phytotoxic effect of juglone was demonstrated, 569 
which inhibited mitosis, changed mitotic phase index, induced creation of reactive oxygen species, 570 
and changed levels of reactive nitrogen species [140]. Ultimately, that led to mitochondrial 571 
dysfunction, DNA fragmentation, and programmed cell death in root tips. Studies on maize 572 
coleoptile segments showed that juglone increased the H2O2 generation, which was primarily 573 
produced in the cytosolic and cell wall area, and the activity of antioxidative enzymes involved in 574 
degradation of H2O2, where catalase was the key element [157]. This was confirmed at the molecular 575 
level in Sytykiewicz et al. [158], which stated that treatment of maize and wheat seeds with juglone 576 
led to upregulation of Cat1, Cat2, and Cat3 genes encoding the catalase isozymes and significant 577 
enhancement in CAT activity [158]. 578 
Juglone herbicidal activity was estimated by spraying potted plants including four types of 579 
weeds and wheat (Triticum vulgare Vill.) and barley (Hordeum vulgäre L.) as the control plants [159]. 580 
Treatment at a concentration of 5.74 mM had a lethal effect on the Papaver rhoeas L. and inhibited 581 
seedling elongation and affected fresh weight of the weed species, but not crops. Chlorophyll 582 
contents were decreased with all the species, but to a lesser extent in wheat and barley compared to 583 
weeds. These differences could indicate a certain selectivity of juglone, since all weed species were 584 
dicots. 585 
Joint cultivation of not only the nuciferous together with the herbaceous agricultural crops 586 
(agroforestry), but the use thereof in mixed plantations of forest species could be of interest. It also 587 
requires assessment of the allelopathic wood species compatibility with other trees; but due to the 588 
longevity of such plantations, accumulation of allelochemicals in soil should be taken into account, 589 
which is less important for the herbaceous crops. Juglone level in soil, and therefore its toxicity to 590 
plants, is determined by a balance between its entry through washing out from leaves, tree waste, 591 
roots exudation and its movement to the underlying soil layers and decomposition in soil. Juglone is 592 
slightly soluble in water, which limits its leaching in soil, but interaction with soil particles 593 
accompanied by microbial activity could reduce its concentration. Rietveld [75] reported that walnut 594 
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allelopathy seemed to be a characteristic feature for poorly drained soils, where chemical and 595 
microbial oxidation was restricted, and with well-drained soils it could missing even for sensitive 596 
species. Later, bacteria that could degrade juglone were isolated from soil beneath the black walnut 597 
trees [160]. Von Kiparski et al. [161] showed that juglone concentration in soil pore water did not 598 
exceed the inhibition threshold reported for typical intercrops such as maize and soybeans. In soil, 599 
juglone was exposed to both microbial degradation and abiotic transformation reactions. However, 600 
the authors reported that in black walnut plants substantial concentrations of juglone were released 601 
into the rhizosphere soils, and in acidic soils were low in organic carbon, and fertility juglone could 602 
be accumulated up to phytotoxic levels. Strugstad and Despotovski [162] reported on the persistence 603 
of juglone in the soil; thus, after removing the walnut trees toxicity could persist for up to one year 604 
following removal. On the other hand, it was shown that что juglone could be released from 605 
Manchurian walnut roots into the soil in a sufficient quantity, but it rapidly degraded due to 606 
interactions with soil factors [163]. All this indicates the need for long-term field tests to determine 607 
the optimal composition of mixed plantations under specific soil and climatic conditions. Yang et al. 608 
[163] demonstrated that survival of Manchurian walnut seedlings was higher in the larch and 609 
mixed-species plantations than in the pure Manchurian walnut plantation, and they were growing 610 
better in greenhouses in larch and mixed-species soils than in the Manchurian walnut soil. The 611 
reason for the Manchurian walnut growth stimulation could lie in increasing the soil microbial 612 
populations and the enzyme activities under the larch root exudates influence. Other studies of 613 
Manchurian walnut (Juglans mandshurica) and larch (Larix gmelinii) mixed plantations showed that 614 
Manchurian walnut root orders under interspecific competition possess limited plasticity compared 615 
to larch [164]. The authors suggested that the Manchurian walnut “strategy” is based on competition 616 
via juglone exudation and not exploitative competition, resulting in a lower plasticity in 617 
uptake-related root traits. 618 
 619 
3.3. Mimosine 620 
The main allelochemical in L. leucocephala is mimosine [ß- (3-hydroxy-4-pyridon-1-yl) 621 
-L-alanine] (Fig. 5), which was extracted in the 1930s from the leaves of this plant, as well as from 622 
sprouts and roots of Mimosa pudica Benth [165], and later its chemical structure was determined [166]. 623 
 624 
 625 
Figure 5. Mimosine. 626 
 627 
Mimosine is a non-protein amino acid – structure analogue of dihydroxyphenylalanine with a 628 
3-hydroxy-4-pyridone ring instead of a 3,4-dihydroxy-phenyl ring [167]. Intensive studies have 629 
shown that mimosine is of interest for medicine and agriculture, as it exhibits anti-cancer, 630 
anti-inflammation, anti-fibrosis, anti-influenza, anti-virus, herbicidal and insecticidal activity [165]. 631 
Studies on mammalian cells shown that mimosine inhibits DNA synthesis, which prevents the 632 
formation of the replication fork by altering deoxyribonucleotide metabolism [168] and is able 633 
specifically and reversibly block cell cycle at late G1 phase [169]. The phytotoxicity of mimosine was 634 
demonstrated in 1966 on seedlings of Phaseolus aureus [19]. Subsequently, the inhibitory activity of 635 
mimosine (mainly on growth) was also shown on other plant species: Oryza sativa [170], Bidens pilosa 636 
L. var radiata Schertt, Brassica rapa var. amplexicaulis, Lolium multiflorum L., Phaseolus vulgaris L. var. 637 
humilis [171], Sesbania exaltata, and Senna obtusifulia [172]. The use of mimosine on plants led to a 638 
decrease in chlorophyll content [172] and inhibition of activity of various enzymes: antioxidant 639 
[170,173] or lignin biosynthesis [173]. It was demonstrated that mimosine when mixed with FeCl3 at 640 
a ratio of 4:6 becomes non-toxic to plants - this effect of mimosine inactivation with iron had 641 
previously been reported in animals [171]. In rare cases, mimosine can be a stimulant. It was shown 642 
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that mimosine at a concentration of 1 mM inhibited cell proliferation of major phytoplankton 643 
groups, but increased the cell number of dinoflagellates [174]. The growth of many dinoflagellate 644 
species under laboratory conditions is problematic, and mimosine can greatly enhance the isolation 645 
and culture of this group of phytoplankton. 646 
Mimosine is found in all parts of L. leucocephala, but its content can vary by several dozen times: 647 
the lowest in xylem or developing flowers, the highest in mature seeds [171,175]. The mimosine 648 
content in the Leucaena leaves ranged from 2.77 to 5.75% dry weight, depending on variety [176]. 649 
Another study came up with similar results –amount of mimosine in leaves varied between 3.75 and 650 
5.5% DM (depending upon the type of leaves, season, and soil quality [177]. It was also shown that 651 
the mimosine content changes across the growth stages: as the leaves develop from non-flushed to 652 
mature, the mimosine content decreased from 38.8 to 11.1 µmol/g FW, whereas during seed ripening 653 
it increased from 19.7 до 171.3 µmol/g FW [175]. In soil, mimosine showed high biostability — only 654 
5.30 and 0.16% of mimosine decomposed after 1 and 5 days respectively [171]. Thus, mimosine 655 
shows promise for use as a bioherbicide. 656 
In addition to mimozine several phytotoxic allelochemicals were also identified in Leucaena, 657 
such phenolic compounds as quercetin, gallic, protocatechuic, p-hydroxybenzoic, 658 
p-hydroxyphenylacetic, vanillic, ferulic, caffeic, and p-coumaric acids (Fig. 6) [176]. Later on, 18 659 
more flavonoids were identified in the leaves [70]. The possible influence of phenolic compounds 660 
and flavonoids on the inhibition of plant growth with Leucaena extracts has been reported in several 661 
studies [40,178]. Flavonoids are known to be a class of allelochemicals that effectively block 662 
mitochondrial functions [179]. Multiple physiological disorders, including mitochondrial one, 663 
observed in Eichhornia crassipes leaf disks treated by leachate of L. leucocephala imply the combined 664 
effect of several phytotoxic compounds on multiple target sites at multiple cellular levels [74]. 665 
 666 
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Figure 6. Phenolic allelochemical compounds. 667 
 668 
3.4. Allelochemicals in the Acacia species 669 
The allelopathic properties of Acacia dealbata and other Acacia species have long been known, 670 
and Reigosa et al. [59] suggested that p-hydroxybenzoic, protocatechuic, gentisic, p-coumaric, and 671 
ferulic acids may be responsible for its toxicity. However, the first study to identify non-volatile 672 
allelochemicals has been carried out quite recently. Analysis of the extracts of A. dealbata 673 
demonstrated that the leaves mainly contain resorcinol (phenol), maculosin (cyclodipeptide), 674 
moretenone (triterpene); while stigmasterol (steroid), d-alpha-tocopherol quinone (quinone), and 675 
lupanin (quinolizidine alkaloid) were identified in pods; and methyl p-anisate (phenylpropanoid), 676 
p-anisyl alcohol (phenylpropanoid), stigmasterol, and anisal (benzaldehyde) - in flowers [64]. The 677 
analysis of phenolic compounds in A. melanoqlon showed a predominance of luteolin and apigenin 678 
(flavons) in roots, and 4-hydroxy-3-methoxybenzyl alcohol in leaves [66]. 679 
The role of volatile compounds (VOCs) of plants from the Acacia genus on the environment was 680 
first reported by Souza-Alonso et al. [180], who evaluated the impact of VOCs from various parts of 681 
A. dealbata on plant development and identified them using GC and GC/MS. The composition of the 682 
volatile substances of leaves, flowers and litter differed both qualitatively and quantitatively. A total 683 
of 67 substances with a predominance of aliphatic compounds, nine of which were common to the 684 
three isolates, were detected. VOCs, mainly from flowers, where high levels of heptadecadiene, 685 
n-nonadecane, octadecene, and n-tricosane could be responsible for inhibition, reduced germination 686 
and growth of Trifolium subterraneum, Lolium multiflorum, and Medicago sativa. The increase in 687 
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peroxidase activity and malodialdehyde content was noticed in two species, which suggests 688 
oxidative stress and membrane damage [180]. Later, similar studies were carried out on Acacia 689 
cyanophylla [181] and Acacia longifolia, where the dense atmosphere under thick canopies could be 690 
associated with reduction in plant richness [182]. In both studies, significant allelopathic activity was 691 
shown against a number of plant species. The number of identified substances was lower: 51 in A. 692 
cyanophylla and 59 in A. longifolia. The composition of VOCs from A. dealbata was rather similar to A. 693 
longifolia, while in A. cyanophylla it was significantly different from the other two species. 694 
Presumably, this is due not only to species-specificity, but also to different methods of extraction. 695 
Only single compounds, such as decanal, octanol, nonanal, and nonadecane (Fig. 7), were present in 696 
all the species. The composition of VOCs varied significantly within various plant parts. Qualitative 697 
and quantitative differences between various parts of plants in VOCs composition, but the similar 698 
negative effects on seedlings suggest that they are caused by the entire set of VOCs rather than by a 699 
single compound [182]. All of these studies were carried out only under laboratory conditions thus 700 
field testing is required. 701 
 702 
Figure 7. Components of the Acacia essential oils. 703 
 704 
3.5. Allelochemicals in the Eucalyptus species 705 
Eucalyptus alleochemicals can be divided into three groups: 1) essential oils (water-insoluble 706 
fractions); 2) phenolics (water soluble); and 3) water-soluble volatile fractions. Eucalypts are mainly 707 
known for their essential oils, which are widely used in pharmaceutics and cosmetology. These 708 
volatile substances regulate transpiration in plants, attract pollinating insects, protect plants from 709 
being eaten by animals, and impart resistance to pests and pathogens. Such a high biological activity 710 
of essential oils suggests their allelopathic effect. Essential oils are usually derived from the eucalypt 711 
foliage by steam distillation (hydrodistillation). They are represented by complex mixtures of 712 
monoterpenes (C10) and sesquiterpenes (C15) with low levels of phenylpropanoids and acyclic 713 
hydrocarbon derivatives such as oxides, ethers, alcohols, esters, aldehydes, and ketones [183]. The 714 
chemical and biological activity of the eucalypt essential oils is studied fairly well (see reviews 715 
[184,185]. The composition of essential oils varies greatly in different eucalypts. In majority, the main 716 
components are monoterpenes 1,8-cineole (Fig. 8) and α-pinene (Fig. 8). The content of 1,8-cineol is 717 
especially high in the following species: E. cinerea, E. globulus, and E. camaldulensis, reaching 90%, and 718 
such oils are used in medicines, while the content of α-pinene usually does not exceed 20% [185]. 719 
Essential oils of E. citriodora are rich in citronellal (49.5–87%) (Fig. 8) and citronellol (8–20%) and is 720 
used in perfumery [184]. The composition of the eucalypt essential oils can vary significantly not 721 
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only depending on the type and variety, but also on geographic location, climate, soil, season, 722 
extraction method, and other factors that should be considered when conducting experiments. 723 
 724 
 725 
 726 
Figure 8. Components of the Eucalyptus essential oils. 727 
 728 
Monoterpenes, the main constituents of essential oils, compose a group of compounds with a 729 
diverse range of different functional groups, which implies their different biological activity. Still, 730 
there are much fewer studies of individual components of essential oils. In order to evaluate the 731 
allelopathic activity of eucalypts either the eucalypt essential oils or their main components, 732 
1,8-cineole, α-pinene, and citronellal, are used in experiments. Essential oils with a predominance of 733 
these two components inhibited the germination and growth of the test species Lactuca sativa 734 
(Eucalyptus urophylla, [186], Amaranthus viridis weeds (Eucalyptus tereticornis, [187], Lolium hardum 735 
and Hordeum glaucum (E. dundasii, [188], Sinapis arvensis L. and Phalaris canariensis L. (Eucalyptus 736 
erythrocorys, [189]. The allelochemistry of the E. saligna essential oils was not selective and influenced 737 
both monocots (Poaceae) and dicots (Fabaceae) [47]. On the contrary, the seedlings growth reaction of 738 
three one-year weeds on the E. globulus essential oils was species-specific: Portulaca oleracea L. did not 739 
react, Lolium multiflorum Lam. radicle growth was inhibited, while in Echinochloa crusgalli (L.) Beau. 740 
ragicle growth and hypocotyl growth were observed [190]. Essential oils of E. citriodora, where 741 
citronellal dominated significantly, inhibited the germination and growth of weed seedlings Bidens 742 
pilosa, Amaranthus viridis, Rumex nepalensis, and also Leucaena leucocephala tree growth [191]. In the 743 
laboratory conditions, the same essential oils inhibited the germination and growth of Parthenium 744 
hysterophorus [192], Sinapis arvensis, Sonchus oleraceus, Xanthium strumarium, and Avena fatua weeds 745 
[193]. Moreover, when spraying in a greenhouse they caused the plants’ death in 7.5-10 and 3%, 746 
respectively. These oils also did not have selectivity properties: they inhibited seed germination and 747 
seedling growth both in dicotyledons (crops, such as Cassia occidentalis and Amaranthus viridis and 748 
weeds, Raphanus sativus) and monocots (Echinochloa crus-galli weed, Triticum aestivum and Zea mays 749 
crops) [194]. However, spraying in the greenhouse showed that the essential oils of E. citriodora with 750 
a predominance of citronellal was more phytotoxic to C. occidentalis (a broad-leaved weed) than to E. 751 
crus-galli (a grassy weed). These data are consistent with the previous studies, where it was 752 
confirmed that citronellal is more effective against broad-leaved weeds than cineole [195]. There are 753 
only a few studies on the assessment of the EO herbicidal activity in the field. The treatment of 754 
emulsions of EO from E. citriodora at a concentration of 0.5 and 1% showed very little effect on C. 755 
occidentalis and E. crus-galli, but complete killing of C. occidentalis and severe injuries in E. crus-galli 756 
were observed at 7.5 and 10% [194]. 757 
The physiological effect of the eucalypt essential oils on the species that were tested was quite 758 
similar. Numerous studies have shown that the essential oils effect on plants in both laboratory 759 
bioassays [196,191,187] or greenhouse [192,196,193] regardless of individual components content 760 
leding to a significant decrease in chlorophyll content and, in some cases, to rapid electrolyte 761 
disruption. These results indicated the adverse effect of the eucalypt oils on photosynthetic and 762 
energy metabolism of the test plants. 763 
1,8-Cineole  a-Pinene   Citronellal   1,4-Cineole   b-Pinene 
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When evaluating individual eucalypt monoterpenes Romagni et al. [197] showed the 764 
effectiveness of 1,8-cineole against grassy weeds, and it was more effective against monocot 765 
(Echinochloa crus-galli) than dicot (Cassia obtusifolia). The inhibitory effect of 1,8-cyneol was also 766 
confirmed on Solanum elaeagnifolium Cav., noxious weed in Australia and other countries [198]. 767 
a-Pinene inhibited early root growth of weeds Cassia occidentalis and Amaranthus viridis and 768 
cultivated plants Triticum aestivum, Pisum sativum, and Cicer arietinum [199]. Citronellal significantly 769 
inhibited seedling length and seedling weight of two weeds A. viridis and E. crus-galli and two crops 770 
Triticum aestivum and Oryza sativa under laboratory conditions [200]. Citronellal' phytotoxic effect 771 
has also been shown to be strongly weed-proof (Ageratum conyzoides L., Chenopodium album L., 772 
Parthenium hysterophorus L., Malvastrum coromandelianum L. Garcke, Cassia occidentalis L., and Phalaris 773 
minor Retz.) [201]. A significant effect on seed emergence and early seedling growth was observed in 774 
laboratory bioassay, while spraying of citronellal resulted in disintegration of cuticular wax, 775 
distortion of epidermal cells and stomatal closure. The least resistance was shown by C. album and P. 776 
hysterophorus. The mechanism of monoterpenes effect is not fully understood, but it was similar to 777 
the action of essential oils: citronellal reduced chlorophyll content and respiration [195], and it 778 
suppressed mitosis in root tip cells, and in some cases even caused enucleation [201]. a-Pinene 779 
induced oxidative stress through the enhanced generation of reactive oxygen species, which was 780 
accompanied by membrane damage. The plants reacted by activation of antioxidant enzymes as a 781 
secondary defense mechanism [199]. 782 
There are only a few studies where the phytotoxicity of various monoterpenes and their 783 
comparison were examined. They showed differences not only between different substances but also 784 
among isomers and substances with a similar chemical structure. Among the four monoterpenes, 785 
citronellol, citronellal, 1,4-cineole (Fig. 8), and linalool, maximum phytotoxicity on the germination, 786 
growth and physiology of Cassia occidentalis was caused by citronellal – an oxygenated 787 
monoterpenoid with an aldehyde group, while 1,4-cineole proved to have minimal phytotoxicity 788 
[195]. Comparison of structural isomers and enantioisomers of pinene on Zea mays showed that, in 789 
general, b-pinene (Fig. 8) was more phytotoxic than a-pinene, but there was no clear correlation 790 
between the structures, physicochemical properties of these isomers and their biological effects 791 
[202]. Despite the similarity of the structure, 1,4- and 1,8-cineole have different modes of action on 792 
two weedy plant species: 1,8-cineole severely decreased all stages of mitosis, while 1,4-cineole 793 
decreased only the prophase stage [197]. 794 
These results suggest that the herbicidal activity of essential oils is not associated with a single 795 
major compound, but with the synergistic effects of several compounds. The citronellal content in 796 
the juvenile leaves of Eucalyptus citriodora was significantly higher than in the adult leaves – 77.7 and 797 
48.3%, respectively, but the essential oils from the old leaves were more phytotoxic [200]. The 798 
essential oils of the three eucalypt species, E. salubris, E. dundasii and E. spathulata contained mainly 799 
1,8-cineoleum (52.9-65.5%), but their inhibitory effect on germination and growth of Solanum 800 
elaeagnifolium was higher than that of pure 1,8-cineole [198]. 801 
In the research of the eucalypt phytotoxicity the main focus was made on essential oils and 802 
monoterpenes, but its allelochemistry is not limited to these substances. In the early 1970s, del Moral 803 
and Muller [203] stated that both terpenes and phenolic acids are important phytotoxic agents 804 
produced by Eucalyptus camaldulensis. Later, the relation between the phenolic composition of the 805 
leaf extracts of Eucalyptus globulus and their allelopathic properties was shown by Souto et al. [204]. 806 
The leachates of bark, fresh leaves and leaf litter of E. tereticornis. E. camaldulensis, E. polycarpa, and E. 807 
microtheca showed the presence of coumaric, gallic, gentisic, hydroxybenzoic, syringic and vanillic 808 
acids, and catechol [205]. Bioassay with leachates reduced the germination and the seedling length of 809 
Phaseolus mungo L., while phenolics may have an inhibitory, neutral or occasionally stimulating 810 
effect depending on the substance and concentration. The research of phenolics was increased in 811 
recent years. For the aqueous extract of the E. saligna leaf litter, a correlation between the phenol 812 
content and phytotoxicity on grassland species was shown [47]. Phenolic compounds in leaf extracts 813 
of E. camaldulensis inhibited the growth and a number of plants physiological processes in laboratory 814 
and field studies, and the weeds reacted more strongly than crops [206]. Monoterpenes and phenolic 815 
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compounds have a different effect on the plants. Del Moral and Muller [203] reported that terpenes 816 
influence the annual grassland flora only after becoming adsorbed to soil particles, while the rains 817 
leach phenolics from litter into the soil. At the same time, the soil can significantly affect allelopathy: 818 
depending on the composition, toxins can either accumulate or oxidize and lose their activity. It was 819 
also suggested in [47] that phenolic derivatives may be leached by rainfall, but the phytotoxicity of 820 
monoterpenes of E. saligna is determined by volatilization from leaf litter. 821 
Except for essential oils (water insoluble fractions) and phenolics (water soluble), another group 822 
of eucalypt allelochemicals is widely known and called water soluble volatile fractions. They have 823 
been studied relatively recently. Such fractions obtained during steam distillation of Eucalyptus 824 
dundasii leaves demonstrated phytotoxicity against Lolium rigidum Gaudin and Hordeum glaucum 825 
Steud. [188]. The analysis of their chemical composition was not performed. Later, the compositions 826 
of the aqueous volatile fractions for four types of eucalypts were determined by gas chromatograph 827 
– mass spectrometry (GC-MS). 1,8-Cineole dominated (37.1-80.1%) in the compositions, while the 828 
other major components were isopentyl isovalerate, isomenthol, pinocarvone, trans-pinocarveol, 829 
alpha-terpineol, and globulol, depending on the species [207]. These fractions also showed strong 830 
phytotoxicity against Solanum elaeagnifolium Cav. The analysis of water soluble volatile fractions 831 
from other four eucalypt species also proved that they contained mostly 1,8-cineole (about 90%) 832 
[208]. 833 
The composition of volatile organic compounds in solutions obtained by a natural way was 834 
significantly different from solutions obtained by a steam distillation. In total, 28 potential 835 
allelochemicals were found in aqueous extracts of the roots of E. grandis, and 38 were found in 836 
rhizospheric soil extracts, but 1,8-cineole was not found in them [44]. Twenty components, including 837 
alkane, aromatic ester, arene, and phenol, were found in both roots and the rhizosphere soils. This 838 
fact suggests that a significant proportion of allelochemicals in the soil can be released from the 839 
roots. These results are not consistent with data obtained in the research on volatile organic 840 
compounds (VOCs) released into water extracts during root exudation, foliage and leaf litter 841 
leaching, and leaf litter decomposition in the laboratory or from field soil around Eucalyptus 842 
urophylla [209]. The studies have proved that VOCs were not extracted from the root exudates in soil 843 
water, while 12 VOCs were identified in foliage, leaf litter leachates, and the leaf litter decomposition 844 
extracts, nine of which were identical, but differed in concentrations. Terpinen-4-ol prevailed in the 845 
compositions of both types of extracts, while 1,8-cyneol was 19.8 in foliage and leaf litter, but 8.0% in 846 
the decomposited leaf litter extracts. These extracts significantly inhibited seed germination and 847 
seedling growth of Lolium multiflorum Lam. and Bidens pilosa [209]. 848 
The volatile compounds n-octane, 2,4-di-tert-butyl phenol (Fig. 9), and 2,2'-methylene bis 849 
(6-tert-butyl-4-methyl phenol) in the soil of Eucalyptus grandis plantation were tested on three most 850 
common species Vigna radiata, Raphanus sativus, and Lactuca sativa [44,210]. These substances were 851 
inhibitory for the test plants at high concentrations (2,4-di-tert-butyl phenol was the strongest) and 852 
stimulatory at low concentrations. The effects on the root activities were more obvious. This fact can 853 
explain the poorer vegetation in the eucalypt plantations. This observation was confirmed in [211], 854 
where effects of litter leachates of E. globulus on root growth of seedlings of 21 species, including 855 
grasses, forbs, and trees were compared (Acacia, Eucalyptus, and Dalbergia species): 15 native species 856 
from the USA, Chile or India (the non-native ranges of Eucalyptus), and six species native to 857 
Australia, in a greenhouse conditions. The root growth of all non-native range species was highly 858 
suppressed (45-100%, in average 71%) by the E. globulus litter leachates, whereas the effect of litter 859 
leachate varied from stimulation to suppression for six species native to Australia (reduction in 860 
average by 1%). In the field conditions, the reduction of species composition, richness and height of 861 
plant communities under E. globulus trees, where the reduction was much greater in the non-native 862 
ranges (India, Chile, the USA, Portugal) than in native Australia, was also proved [211]. 863 
 864 
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 865 
Figure 9. 2, 4-Di-tert-butyl phenol. 866 
 867 
3.6. Allelochemicals in conifers 868 
Japanese red pine (Pinus densiflora Sieb. Et Zucc.) could be found in Japan, China and Korea and 869 
is characterized by sparse herbaceous vegetation compared with other forests that suggests the 870 
presence of allelopathic effects [212]. Aqueous methanol extract of the P. densiflora needles inhibited 871 
root and shoot growth of seven plant species, including weeds Digitaria sanguinalis and Echinochloa 872 
crus-galli. Anabietane diterpenoid, 9α, 13β-epidioxyabeit-8 (14) en-18-oic acid (Fig. 10) was isolated 873 
from the extract, and it inhibited root and shoot growth of weed seedlings and could play an 874 
important role in the allelopathy of red pine [212]. Abscisic acid-bD-glucopyranosyl ester (Fig. 10) 875 
was later isolated from the P. densiflora needles, which in bioassays was inhibiting the growth of the 876 
Lepidium sativum and E. crusgalli seedlings at concentration significantly lower than its concentration 877 
in soil water of the pine forest, i.e. 0.1 and 2.5 µM, respectively [113]. Another paper demonstrated 878 
that aqueous methanol extracts of red pine soil also inhibited the root and shoot growth of six test 879 
species, but two other growth inhibitory substances, i.e. abietane type diterpenids, 880 
15-hydroxy-7-oxodehydroabietate and 7-oxodehydroabietic acid were identified there (Fig. 11) 881 
[114]. These substances inhibited growth of L. sativum L. and Lolium multiflorum Lam. in aqueous 882 
solutions, and also growth of L. multiflorum Lam. when added to soil in natural concentrations under 883 
litter layer of red pine forest floor. Apparently, these substances are the products of degradation of 884 
resin acids that got into the soil under the pine trees through resin and defoliation by soil 885 
microorganisms [114]. Two allelochemicals from red pine needles [212,113] were not found in the 886 
soil as main inhibitory substances, and their contributions in growth inhibitory activity of the red 887 
pine soil could be much less than abietic acid derivatives [114]. 888 
 889 
 890 
 891 
Figure 10. Allelochemicals of Pinus densiflora. 892 
 893 
9α,13β-Epidioxyabeit-8(14)en-18-oic acid  Abscisic acid-b-D-glucopyranosyl ester 
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 894 
 895 
Figure 11. Abietane type diterpenids from Pinus densiflora. 896 
 897 
Pinus halepensis Miller is another relatively thoroughly studied allelopathic pine tree species. 898 
This species is distinguished for its ability to rapidly expand from forest plantations into 899 
surrounding natural vegetation in Mediterranean regions, which leads to creating monospecific 900 
woodlands with decreased biodiversity. Germination and growth of various plant species was 901 
inhibited by the P. halepensis extracts [115,117], and the release of potential allelochemicals (phenolic 902 
compounds) in leaf leachates or root exudates could influence secondary succession [117]. 903 
Fernandez et al. [119] showed that the P. halepensis allelochemicals composition differed depending 904 
on the plants age and tissue: needle leachates were composed mainly of oxygenated terpenoids, 905 
whereas roots mainly contained fatty acids. Young plant needles had the highest content of 906 
monoterpenes, suggesting their allelopathic role in facilitating the establishment of young pine 907 
stands, while high concentrations of caffeic acid in both young needles and old roots could play a 908 
key role in giving P. halepensis a competitive advantage [119]. Effect of aqueous extracts from shoots 909 
of young P. halepensis on germination and growth of 12 target species naturally present in fallow was 910 
specific for a species; and the microbial community present in natural soil reduced the toxicity of 911 
allelochemicals compared to the sterile soil [120]. Aqueous extracts of young pine needles comprised 912 
nearly 50 compounds and mixtures predominantly consisted of phenolics, including those known 913 
phytotoxins such as gallic, 4-hydrobenzoic, p-coumaric and caffeic acids, and fatty acids. Study of 12 914 
species in the field demonstrated that their abundance decreased along the secondary succession 915 
with land closure due to pine colonization; and it should be mentioned that the abundance of four 916 
species decreased once pines were present [120]. 917 
Allelopathic effects were studied also with other species of pines. Extracts of Pinus roxburghii 918 
demonstrated inhibitory effect against Bidens pilosa in bioassays and greenhouse [122], as well as 919 
against five weed species and Triticum aestivum using sandwich method [213], but potential 920 
allelochemicals were not reported. Essential oils of Pinus pinea Linn., where limonene (54.1%), 921 
a-pinene (7.7%), and b-pinene (3.4%) were prevailing, inhibited seed germination and seedling 922 
growth of weeds Sinapis arvensis L., Lolium rigidum Gaud., and Raphanus raphanistrum L., and at the 2 923 
ml/l concentration was more efficient than herbicide 2,4-D isooctylester with the same concentration 924 
[121]. Furthermore, recently it was shown that water extracts from the needle litter of Pinus 925 
thunbergii, Pinus tabuliformis, and Pinus koraiensis, the main afforestation species in northern China, 926 
demonstrated autotoxicity of varying intensity level [123]. 927 
Autotoxicity could present a problem with other conifers. Schrenk spruce (Picea schrenkiana 928 
Fisch. Et Mey.) is the native species in Middle Asia and the mountains of Asia, where usually it 929 
creates pure forests. This species is of the utmost importance in the mountain ecosystems, because it 930 
plays an important role in water and soil conservation, but the natural regeneration of P. schrenkiana 931 
has been problematic [112]. One of the possible reasons could be found in autotoxic secondary 932 
metabolites that are transferred to the soil with litter and root exudates and impede the growth of 933 
seedlings of P. schrenkiana. Li et al. [4] demonstrated the autotoxicity of litter extracts from Schrenk 934 
spruce on seed germination and seedling growth of the same species. From the litter 17 compounds 935 
15-Hydroxy-7-oxodehydroabietate    7-Oxodehydroabietic acid 
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were isolated, including 10 phenolic acids (4-vinylphenol, p-hydroxybenzoic acids, 936 
2-hydroxyphenylacetic acid, vanillic acid, gallic acid, gentisic acid, 4-hydroxyphenylacetic acid, 937 
ß-resorcylic acid, p-coumaric acid), and ethyl hematommate. This study was carried out only under 938 
laboratory conditions, and tests under natural settings are needed to confirm the role of identified 939 
phenolic acids [4]. From water extract of the P. schrenkiana needles, the phenolic compound 940 
3,4-dihydroxyacetophenone (DHAP; Fig. 12) was isolated, which significantly inhibited growth of P. 941 
schrenkiana and the six agricultural crops under laboratory conditions [111]. DHAP concentration 942 
seemed to be rather high in mature forest soil (0.51 mg/g dry soil) to inhibit the seed germination and 943 
seedling growth of P. schrenkiana and other co-occurring species. A similar composition, 944 
4-hydroxyacetophenone (Fig. 12), was isolated in throughfall, in water extracts of litter and organic 945 
soil layer under Picea abies and produced an inhibiting effect on root length of spruce seedling [214]. 946 
Taking into consideration the great ecological importance of P. schrenkiana, the following studies 947 
were focused on evaluating the autotoxicity alterations caused by global warming. Ruan et al. [112] 948 
proved that with the rising temperatures the DHAP effect on seed germination of P. schrenkiana was 949 
changing from stimulation to inhibition depending on the concentration. Physiological mechanism 950 
of autotoxicity evaluation showed that the moderate concentration of DHAP increased antioxidant 951 
enzymes activities in order to protect against reactive oxygen species; but with high concentrations, 952 
the activity thereof was decreasing and high concentrations of reactive oxygen species could inhibit 953 
the P. schrenkiana seedlings growth [215]. 954 
 955 
 956 
Figure 12. Allelochemicals of Picea species. 957 
 958 
Another conifer tree, the Chinese fir (Cunninghamia lanceolata (Lamb.) Hook.) has great 959 
ecological and economic importance being one of the most important plantation species in Southern 960 
China for industrial wood production. However, establishment and productivity decline of the 961 
replanted Chinese fir plantations has remained a significant problem [216]. Phenolics were 962 
considered as allelochemicals responsible for autotoxicity in the replanted Chinese fir stands. Huang 963 
et al. [104] showed that both total phenolic content and water soluble phenolic content in the Chinese 964 
fir stump-roots were negatively correlating with the growth of the Chinese fir seedlings. However, 965 
later it was proven that individual phenolics and triterpenoid friedelin isolated from toxic Chinese 966 
fir soil stimulated the growth of Chinese fir, whereas novel cyclic dipeptide 967 
(6-hydroxy-1,3-dimethyl-8-nonadecyl-[1,4]-diazocane-2,5-diketone) (Fig. 13) significantly inhibited 968 
the growth of Chinese fir [107]. The observation that cyclic dipeptide is a highly active allelochemical 969 
was proved in [105], where differences in the cyclic dipeptide contents in the leaf and root extracts, 970 
and in the rhizosphere soil from Chinese fir plantations of different age also explained the observed 971 
allelopathic effects. However, poor natural regeneration in coniferous forests could be caused also 972 
by other reasons. In order to estimate the leaf litter effect on germination and growth of Chinese fir 973 
seedlings the artificial plastic litter that has only the physical properties of litter was compared with 974 
natural litter that has chemical effects as nutrients and allelochemicals [108]. The results showed that 975 
effects of plastic and natural litters did not differ, suggesting that the Chinese fir litters were 976 
3,4-dihydroxyacetophenone  4-Hydroxyacetophenone 
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primarily of physical rather than biological or chemical effect. Chen and Wang [105] reported that 977 
allelochemicals of Chinese fir were released into the soil through the roots. It’s quite possible that the 978 
Chinese fir allelopathic effects were primarily connected with root exudates rather than litter 979 
leachates. In addition, the study was conducted in the controlled environment, and the results in the 980 
field could be quite different. 981 
 982 
 983 
Figure 13. 6-Hydroxy-1,3-dimethyl-8-nonadecyl-[1,4]-diazocane-2,5-diketone [107]. 984 
 985 
In also should be mentioned that only in the field it is possible to evaluate allelopathic 986 
interactions between different types of trees in mixed plantations. Comparison of the Chinese fir 987 
monocultures with mixed-species stands containing both the Chinese fir and a broadleaf, non-N 988 
fixing species, Michelia macclurei showed enhanced growth of Chinese fir [217]. The authors observed 989 
reduction of autotoxicity through reduced release cyclic dipeptide from the Chinese fir roots and 990 
increased its degradation in the soil due to changes in composition of the soil microbial community. 991 
Similar positive effects were also presented in [163], where in the Manchurian walnut plantations 992 
mixed with larch the growth of the autotoxic Manchurian walnut was improved. 993 
Allelopathic properties are known also for other conifer species. Needle extracts of Araucaria 994 
angustifolia inhibit germination and seedling growth of Lactuca sativa at high concentrations [103]. 995 
The potential allelochemicals were identified as diterpenoids ent-kaurene and phyllocladene (Fig. 996 
14), and no phenolic compounds commonly associated with the allelopathic effect were detected in 997 
the extracts. The leaf extract of the Wollemi pine (Wollemia nobilis), another tree belonging to the 998 
Araucariaceae family, inhibited the growth of Lolium rigidum and wild radish (Raphanus raphanistrum) 999 
in laboratory bioassays and growth of L. rigidum in soil trials [127]. The main constituents identified 1000 
in the most phytotoxic fraction were terpenes and phenolics. Inhibiting effect of leaf and litter of 1001 
Juniperus ashei Buchh. on the germination of Bouteloua curtipendula (Michx.) Torr. was demonstrated 1002 
using the “sandwich agar method” [109]. In addition, aboveground dry mass of B. curtipendula was 1003 
nearly four times higher than in an intercanopy area compared to the dry mass in the understory 1004 
and dripline (edge of the tree) in the field experiment, suggesting some negative influence by J. ashei. 1005 
Leaf and litter leachate and volatiles from leaf tissue contained monoterpenes сamphor (the most 1006 
abundant), bornyl acetate, and limonene (Fig. 15), which are potentially allelochemicals inhibiting B. 1007 
curtipendula [109]. 1008 
 1009 
 1010 
Ent-kaurene          Phyllocladene 
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Figure 14. Allelochemicals of Araucaria angustifolia. 1011 
 1012 
 1013 
Figure 15. Monoterpens of Juniperus ashei. 1014 
 1015 
Studies conducted in the recent years indicated also allelopathic properties of yew (Taxus 1016 
baccata L.). Inhibiting effect of aqueous extracts from arils, leaves and bark on germination and 1017 
growth of Raphanus sativus L. and Cucumis sativus L. depended on a type of tissue and concentration 1018 
and could be associated with the high contents of phenolic in the extracts [125]. It was demonstrated 1019 
in the ex situ pot experiments that addition of yew needles negatively affected seedling growth, but 1020 
not seed germination suggesting that the absence of regeneration beneath mature yew canopies may 1021 
at least be partly related to autotoxicity [124]. Finally, allelopathic properties of terpenoid resin 1022 
vesicles in the seed coat of fir (Abies), hemlock (Tsuga), and cedar (Thuja) species were demonstrated. 1023 
Germination of Arabidopsis seeds was inhibited with resin vesicle extracts, and damage of resin 1024 
vesicle prior to stratification had negative effects on their own germination for most species [126]. 1025 
4. Biosynthesis of allelochemicals 1026 
4.1. Juglone biosynthesis 1027 
Many toxic secondary metabolites are stored in the plants producing them in an inactive form, 1028 
and juglone is no exception. In 1950, Daglish [218] showed that walnut nuts contain juglone as 1029 
glycoside of 1,4,5-trihydroxynaphtalene and not as α-hydrojuglone, as previously suggested. Later 1030 
on, various species from the Juglandaceae family showed that juglone accumulates in their tissues in 1031 
its glycosylated form, hydrojuglone glucoside (HJG; 1032 
1,5-dihydroxy-4-naphthalenyl-β-D-glucopyranoside) to reduce its autotoxicity [219]. The release of 1033 
juglone from glycoside occurs in plants in two stages: first, β-glucosidase catalyzes hydrolysis to 1034 
hydrojuglone, which then is chemically oxidized to form a toxic juglone [161]. 1035 
In nature, 1,4-naphthoquinones can be synthesized in several ways, but juglone is synthesized 1036 
in the o-succinylbenzoate metabolic pathway, which consists of seven reactions leading to the 1037 
formation of 1,4-dihydroxy-2-naphthoate (DHNA), from which phylloquinone is then synthesized 1038 
in plants and menaquinones in bacteria [219]. Müller and Leistner [220] showed that 1039 
1,4-naphthoquinone is involved in the biosynthesis of juglone in walnut and, apparently, the 1040 
synthesis of juglone is carried out in two stages: first, decarboxylation of DHNA to 1041 
1,4-naphthoquinone, which then turns into juglone by hydroxylase [219]. This assumption was 1042 
confirmed by McCoy et al. [221] who used the targeted metabolic profiling and comparative RNA 1043 
sequencing (RNA-seq) to study expression of the phylloquinone pathway in various organs of black 1044 
walnut. It has been shown that the DHNA biosynthesis genes are expressed in roots to support 1045 
production of metabolites other than phylloquinone. These results indicate that juglone is de novo 1046 
synthesized in black walnut roots from DHNA derived via the phylloquinone pathway [221]. 1047 
 1048 
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4.2. Mimosine biosynthesis 1049 
Mimosin is synthesized from 3,4-dihydroxypyridine and O-acetylserine by the mimosine 1050 
synthase (EC 2.5.1.52), which is the isoform of cysteine synthase (O-acetylserine (thiol) lyase, 1051 
OAS-TL), and the pyridine ring of mimosine appeared to be derived from lysine [175]. Biosynthesis 1052 
of mimosine (β-substitute alanine) represents an important branching point between primary 1053 
metabolism (cysteine biosynthesis for protein assembly) and secondary metabolism (mimosine 1054 
accumulation) [222]. The biosynthesis of these substances is identical to the formation of 1055 
O-acetylserine, which is then catalyzed by the OAS-TL isoforms into cysteine or mimosine in the 1056 
presence of sulfide or 3,4-dihydroxypyridine, respectively [222]. The first attempt to isolate the 1057 
mimosine biosynthesis gene was made in 2014, when Yafuso et al. [223] isolated the OAS-TL gene 1058 
from Leucaena, expressed it in E. coli, and evaluated the possibility of a recombinant enzyme to 1059 
synthesize mimosine and cysteine. However, it turned out that cytosolic OAS-TL is specific for only 1060 
cysteine synthesis and does not catalyze mimosine formation. The Mimosa pudica Mill enzyme has 1061 
similar properties: the cloned cytosolic OASTL 1275 bp long cDNA expressed in E. coli, but enzyme 1062 
produced cystein only [224]. Harun-Ur-Rashid et al. [225] was the first to obtain the enzyme 1063 
involved in the synthesis of mimosine. They cloned the 1275 bp long cDNA for cytosolic Cy-OASTL 1064 
from Leucaena leucocephala, and the resulting enzyme showed a dual function of cysteine and 1065 
mimosine synthesis. Since the apparent kcat for Cys production is more than six times higher than 1066 
for the synthesis of mimosin, and the apparent Km is 3.7 times lower, it is likely that for this enzyme 1067 
synthesis Cys is the preferred route [225]. 1068 
Mimosine accumulates in plants in large quantities, which requires much energy, as well as 1069 
deposition of carbon and nitrogen resources. Negi et al. [226] estimated that if it were not for the 1070 
synthesis of mimosine, the growth of L. leucocephala plants would have increased by at least 20%. 1071 
They suggested that mimosine acts as a source of carbon and nitrogen under stressful conditions, 1072 
when the availability of nutrients becomes limited, and this explains the resistance of L. leucocephala 1073 
to drought. Mimosine catabolites can be used as nutrients in root nodules, thereby playing a role in 1074 
the leucocephala tree [175]. Regulation of mimosine accumulation by environmental factors also 1075 
suggests its role as a nutritional reserve source [222]. Enzymes were isolated from the L. leucocephala 1076 
tissues that decompose mimosine to 3,4-dihydroxypyridine (3,4DHP), pyruvic acid, and ammonia 1077 
(CN lyase [19]) or to 3-hydroxy-4-pyridone (mimosinase [227]). The gene encoding the 1078 
mimosine-degrading enzyme was recently isolated from Leucaena leucocephala and described as C-N 1079 
lyase [226). The authors of this study suggested the compartmentization model according to which 1080 
mimosine is synthesized and stored in the cytoplasm, while mimosinase is localized in the 1081 
chloroplast, and the substrate becomes available for the enzyme under stress conditions (e.g. 1082 
drought), which may cause damage to the chloroplast membrane. 1083 
The metabolic pathway of mimosine has not been studied enough yet, and current data are not 1084 
consistent. Mimosine was shown to be present at all stages of the early development of the L. 1085 
leucocephala seedlings, and its accumulation changed both with time and under influence of such 1086 
factors as light, mechanical damage, salicylic acid, and auxins [222]. On the other hand, 1087 
Rodrigues-Corrêa et al. [228] also studied the effects of stress factors on seedlings of L. leucocephala 1088 
spp. glabrata and found that salicylic acid had no effect, while jasmonic acid, an ethylene-releasing 1089 
compound, ethephon, and UV-C radiation increased mimosine levels in roots and shoots. At the 1090 
same time, application of four jasmonate elicitors that mimic the herbivores and wounding stresses 1091 
to the L. leucocephala seedlings caused no change in the content mimosine in leaves, but increased the 1092 
accumulation of 3,4-dihydroxypyridine, the product of the mimosine degradation, under 1093 
jasmonoyl-l-isoleucine elicitation [229]. This showed that mimosine belongs to the constitutive 1094 
metabolite, while 3,4-dihydroxypyridine belongs to the inducible metabolite, and 1095 
jasmonoyl-l-isoleucine elicitation might activate the degradation of mimosine into 1096 
3,4-dihydroxypyridine [229]. 1097 
A thorough understanding of the mimosine metabolism pathway and its regulation under the 1098 
influence of endogenous and external factors are fundamental to its metabolic engineering in order 1099 
to create transgenic L. leucocephala plants. The high productivity and protein content of the Leucaena 1100 
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foliage can help to solve the problem of insufficient animal feed in developing countries, but this 1101 
opportunity is limited by mimosine toxicity. Reduction of toxicity is possible in two ways - either by 1102 
blocking biosynthesis or increasing the degradation of mimosin, and here the enzyme mimosinase 1103 
becomes important. In addition, in the case of using mimosine as a bioherbicide, knowledge of its 1104 
biosynthesis is necessary to increase its content in L. leucocephala or in other plants. 1105 
 1106 
4.3. Terpenoid biosynthesis 1107 
The main components of the Eucalyptus essential oils are monoterpenes and sesquiterpenes [44]. 1108 
The biosynthesis of plants is formed in the cytosol of the mevalonic acid pathway, while 1109 
monoterpenes are formed in the plastids of the methylethritol phosphate pathway [230]. However, 1110 
there may be competition for the phenyl pyrophosphate substrate between mono and 1111 
sesquiterpenes [231]. The involved terpene synthases have been divided into seven sub-families 1112 
[232]. The genes related to the terpenoid biosynthesis began to be extensively studied only in recent 1113 
years. Among sequenced angiosperm plant genomes, Eucalyptus has the highest number of 1114 
terpenoid biosynthetic genes [233]. In total, 106 and 113 putative terpene synthase genes were 1115 
identified in E. globulus and E. grandis, respectively - approximately four times as many as in 1116 
Arabidopsis thaliana and twice as many as in Vitis vinifera [234]. Most of these genes were found in 1117 
large (up to 20 genes) genomic clusters. This interesting pattern of clustering of biosynthetic genes 1118 
for some allelochemicals (e.g., benzoxazinoids, cyanogenic glucosides, terpenoids, and alkaloids) in 1119 
chromosomes has been found recently [235]. Supposedly, it promotes stable inheritance of 1120 
functional chemical defense pathways in populations [236]. About 30 examples of clusters of genes 1121 
encoding products important for secondary metabolic pathways were reviewed recently [237], but 1122 
only for grass species. 1123 
In other woody plants rich in terpenoids, the terpene biosynthesis genes were found to be less 1124 
frequent. In the Cinnamomum camphora transcriptome 67 unigenes likely involved in terpenoid 1125 
biosynthesis were identified [238]. Data on the biosynthesis of terpenes in conifers is much limited. 1126 
Mao et al. [239] identified 372 unigenes involved in the oleoresin (viscous mixture of terpenoids) 1127 
biosynthesis in loblolly pine (Pinus taeda), but only 74 of them are involved in the terpenoid 1128 
backbone biosynthesis. 1129 
The terpene synthases control final products of the terpene cyclisation, and differential 1130 
expression of its genes can reflect the differences between chemotypes (variants in chemical 1131 
composition of essential oils) [231]. Three distinct chemotypes were identified in Eucalyptus tricarpa: 1132 
with dominance of monoterpenes (> 80% of all terpenes) or sesquiterpenes (> 55%), and 1133 
low-to-medium proportions of sesquiterpenes (10–55%) [231]. An even narrower classification of 1134 
terpene chemotypes (for monoterpene compounds) may exist in E. grandis. Either α-pinene or 1135 
1,8-cineole dominate among monoterpenes. They originate from different carbocations and are 1136 
products of different terpene synthase genes [234]. At least five different chemotypes, including 1137 
linalool-, borneol-, camphor-, cineole-, and nerolidol-types have been identified in Cinnamomum 1138 
camphora L., which has allelopathic activity, and all parts of which are rich in essential oil [240]. A 1139 
metabolic analysis and transcriptome sequencing of C. camphora were done relatively recently, and it 1140 
was shown that terpene synthase and oxidoreductase activities could explain the differential 1141 
accumulation of terpenoids between the two chemotypes [238]. 1142 
The significant dependence of eucalypts on both amount and composition of the essential oils 1143 
implies a great importance of regulatory genes in biosynthesis of terpenes. This is in agreement with 1144 
the fact that many transcription factors are also located close to clusters of terpene synthase genes 1145 
[234]. The terpene emission in Eucalyptus is known to come mainly from leaves, which have 1146 
numerous the sub-dermal secretory cavities (glands), but also from other terrestrial parts, for 1147 
example, from flowers to attract pollinators. This was confirmed in [234], which showed that the 1148 
largest proportion of the E. grandis terpene synthase genes was highly expressed in “green tissues” 1149 
(mature and young leaves, floral buds, and shoot tips). The authors also discovered root-specific 1150 
cluster of the terpene syntase genes, but the role of terpenes in these tissues remains unknown. He et 1151 
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al. [209] demonstrated that there were no volatiles in soil water from root exudates produced by the 1152 
laboratory plants and in the field samples. 1153 
5. Natural biopesticides originated from trees 1154 
5.1. Allelochemicals as herbicides 1155 
Among all crop losses caused by abiotic and biotic environmental factors, weeds are inflicting 1156 
the most damage (34% on average), actually the same amount as pests and pathogens combined 1157 
[241]. The world economic losses due to weeds are estimated to be more than US $ 100 billion dollars 1158 
[242]. Until about the middle of the 20th century, physical (mechanical or hand weeding) action was 1159 
the main method of fighting weeds, but then it was changed to chemical action, which significantly 1160 
reduced labor. 1161 
In the 2010s, around 4 million tons of pesticides were used annually in the world [243], and 1162 
herbicides accounted for up to half of this volume. Many modern herbicides are selective towards 1163 
particular crops and are used in small doses. However, the problem lies in the fast evolution of 1164 
herbicide resistance in weeds and threats to environment, human, and animal health. In addition, 1165 
organic agriculture being a prominent direction and becoming increasingly popular lately does not 1166 
generally imply the use of synthetic pesticides, including herbicides; and that is why weed control 1167 
still remains rather problematic. Thus, development of new and safer herbicides for both traditional 1168 
and organic agriculture is still remaining an important task nowadays. However, commercial 1169 
herbicides have only approximately 20 modes of action, and no new modes of action were 1170 
introduced in over 25 years [244]. 1171 
However, nature is a rich source of diverse bioactive compounds that could be used as an active 1172 
ingredient for new herbicides. Unfortunately, this source is not used sufficiently, only 8% of 1173 
conventional herbicides are derived from natural compounds [245]. For example, non-selective 1174 
phytotoxins phosphinotricin and bialaphos produced by soil bacteria Streptomyces hygroscopicus and 1175 
S. viridochromogenes are widely used as active ingredients of herbicides [244]. This substance is 1176 
largely employed in plant genetic engineering as a selective agent. 1177 
Allelochemicals that possess phytotoxicity in nature could act as potential natural 1178 
bioherbicides. Compared to synthetic herbicides, they have several advantages: 1) exhibit structural 1179 
diversity and possess complex structures, 2) safe, as they quickly decompose, and 3) have a different 1180 
mode of action [246]. In addition, they might be used together with synthetic herbicides that could 1181 
reduce probability of the herbicide resistance development in weeds and decrease dose of synthetic 1182 
herbicides while maintaining the same efficiency [156]. From an ecological perspective, secondary 1183 
metabolic compounds can be considered as chemical weapons to ward off predators and 1184 
competitors for limited resources [247] and contribute to explaining the ecological impact of their 1185 
hosts (for instance, A. altissima) on ecosystems. 1186 
Allelopathy could be employed in several ways for weed control [248,249]: 1) via crop rotation, 1187 
2) as ground cover species, 3) application of plant residue on surface (mulching) or deep in the soil 1188 
(green manure), 4) application of allelopathic water extracts, and 5) as new natural bioherbicides 1189 
formulated from allelochemicals. Due to the long duration of the woody plant cultivation, direct use 1190 
of the first two methods for weed control is not feasable, and only the last three of them are 1191 
applicable. The first step in search for potential bioherbicides candidates is to evaluate the 1192 
phytotoxic activity of vegetable tissue extracts in a laboratory. 1193 
Essential oils of plants, including eucalypts, appear to be good candidates as bioherbicides 1194 
because of their availability and low cost [250]. Cinmethylin (Fig. 16) herbicide was developed by 1195 
Shell Chemical Comp. based on 1,4-cineole (1-methyl-4-(1-methylethyl)-7-oxabicyclo heptane) 1196 
monoterpene [251]. 1,4-Cineole is a structural isomer of 1,8-cineole, but it is less abundant 1197 
component of plant essential oil [252]. Cinmethylin is a 2-benzyl ether substituted analog of 1198 
1,4-cineole, where a benzyl ether moiety is added to decrease the volatility of the cineole ring by 1199 
several orders of magnitude, thereby rendering it more suitable for herbicide use [253]. Cinmethylin 1200 
was commercialized in 1982 under the trade names of Argold and Cinch and is used in the 1201 
transplanted rice against grass weeds at low application rates of 25 to 100 g a.i./ha [254]. 1202 
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Figure 16. Cinmethylin. 1205 
 1206 
Leptospermone (1-hydroxy-2-isovaloryl-4,4,6,6-tetramethyl cyclohexen-3,5-dione) (Fig. 17) 1207 
isolated from one of the plants of the Myrtaceae family, i.e. Callistemon citrinus Curtis, is another 1208 
allelochemical used as a herbicide. It is a natural triketone inhibiting p-hydroxyphenylpyruvate 1209 
dioxygenase (HPPD) enzyme that leads to disruption in carotenoid biosynthesis and loss of 1210 
chlorophyll [255]. This was the most recently discovered and introduced new herbicidal mode of 1211 
action for commercial herbicides [256]. Since pure leptospermone was used at very high 1212 
concentrations (9,000 g/ha), it was used as the basis for synthetizing an analogue, mesotrione (Fig. 1213 
18), which was becoming efficient at 75-225 g/ha concentrations [257], as well as sulcotrione and 1214 
tembotrione (Fig. 19). Mesotrione produced by Syngenta AG as a Callisto brand is used as a pre- and 1215 
post-emergence herbicide in corn cultivation [134]. No weeds have evolved resistance to HPPD 1216 
inhibitors yet, but transgenic plants with resistance to this herbicide were generated [258]. Later, it 1217 
was also discovered that large quantities of leptospermone are contained in the essential oils of 1218 
Leptospermum scoparium J.R., G. Forst, allelopathic and invasive shrub originating from Australia and 1219 
New Zealand [259]. 1220 
 1221 
 1222 
Figure 17. Leptospermone. 1223 
 1224 
 1225 
Figure 18. Mesotrione. 1226 
 1227 
Molecules 2019, 24, x FOR PEER REVIEW 32 of 57 
 
 1228 
Figure 19. Leptospermone derivatives. 1229 
 1230 
Natural compounds, as a rule, could be used in a pure form as pesticides due to their 1231 
insufficient stability, activity, or selectivity. For example, monoterpenes are generally too volatile to 1232 
be used directly as herbicides [195]. Therefore, the most promising way is to modify their chemical 1233 
structure to enhance pesticidal properties [260]. 1234 
Both of the above-described herbicides are based on allelochemicals from woody plants and 1235 
were obtained by modifying them: cinmethylin - by reducing volatility of the 1,4-cineole and 1236 
mesotrione - by increasing the leptospermone activity. In order to reduce volatility, but preserving 1237 
or increasing phytotoxicity of 1,8-cineole, the most common component of the Eucalyptus essential 1238 
oil, its hydroxy and ester derivatives were obtained [261]. Laboratory pre-emergence bioassays 1239 
demonstrated that these substances inhibited germination and growth of Lolium rigidum and 1240 
Raphanus sativus. Te increased lipophilicity of the carboxylic acid portion of cineole ester derivatives 1241 
was not affecting herbicidal activity, and they could be considered as environmentally acceptable 1242 
herbicides [261]. 1243 
Additional experiments showed that reduced root and shoot growth effect of cineole 1244 
derivatives were due to post-emergence activity rather than delayed germination [262]. Selective 1245 
effects on dicotyledonous and monocotyledonous species were demonstrated: 1246 
2-endo-hydroxy-1,8-cineole showed the highest activity against Raphanus sativus, while 1247 
3-exo-hexoxy-1,8-cineole - against Lolium rigidum. Phytotoxicity of ester derivatives may be due to 1248 
metabolic cleavage of esters to hydroxy cineole and carboxylic acid within the plant [262]. There is 1249 
also another study that demonstrated herbicidal activity of propionate derivatives of mimosine 1250 
against growth of Brassica rapa, but they were less efficient than original mimosine [167]. 1251 
Use of the plant residues of allelopathic plant species is especially prospective in organic 1252 
farming. Mulch could limit the growth of weeds both due to physical characteristics (preventing 1253 
exposure to light, reducing available moisture, etc.) and its allelopathic properties. Several invasive 1254 
trees, e.g. A. altissima, are especially appropriate plant species for using as potential source of mulch 1255 
materials due to both their allelopathic properties and frequency in which they are removed 1256 
following management activities [246]. Incorporation of plant residues into the soil as a bioherbicide 1257 
green manure allows not only to fight weeds, but also ensures reduction of soil erosion and 1258 
amelioration of soil physical properties, increases of soil organic matter and nutrient retention, thus 1259 
reducing dependence on mineral fertilizers [263]. 1260 
 1261 
5.2. Allelochemicals as insecticides 1262 
Allelochemicals from tree species also could be used as insecticides. Among four main types of 1263 
botanical products used for insect control - pyrethrum, rotenone, neem, and essential oils [264], the 1264 
latter two are obtained from woody plants (fully and partially, respectively). Among them, the most 1265 
famous is limonoid triterpene azadirachtin discovered in the 1960s (Fig. 20) and extracted from the 1266 
seeds of the Indian neem tree [Azadirachta indica A. Juss (Meliaceae)] [265]. In 1994, the EPA 1267 
registered a botanical insecticide containing azadirachtin, and a number of commercial preparations 1268 
are currently produced where it is an active ingredient. Azadirachtin is a system pesticide and has 1269 
two effects on insects: it blocks the synthesis and releases molting hormones (ecdysteroids) leading 1270 
Sulcotrione          Tembotrione 
Molecules 2019, 24, x FOR PEER REVIEW 33 of 57 
 
to incomplete ecdysis in immature insects or to sterility in adult female insects, and it is a potent 1271 
antifeedant [264]. Azadirachtin is nontoxic to mammals, birds, fish, and pollinators, as well it has a 1272 
short half-life and popular in the organic agriculture. In forestry azadirachtin demonstrated its 1273 
efficiency in protecting ash trees from emerald ash borer (Agrilus planipennis Fairmaire) - an exotic 1274 
invasive pest that threatens Fraxinus spp. trees throughout North America [266]. Results support the 1275 
use of azadirachtin as an environmentally acceptable systemic insecticide in urban [267] and in 1276 
ecologically sensitive [268] environments, such as riparian and source-water forests, wooded 1277 
wetlands, or conservation areas. 1278 
 1279 
 1280 
Figure 20. Azadirachtin. 1281 
 1282 
Azadirachta indica contains about 200 allelochemicals in its different parts [269]. It was shown 1283 
that bark and leaf extracts inhibit germination and growth of crops and weeds in bioassays [83,270], 1284 
and the effect was associated with phenolic compounds [83]. Later, two potent growth inhibitory 1285 
substances, nimbolide B and nimbic acid B, were isolated from leaf extracts, and the effectiveness of 1286 
these compounds on the dicot plant Lepidium sativum L. was several times greater than that on the 1287 
monocot plant Echinochloa crus-galli [82]. Azadirachtin were not phytotoxic to the herb species in the 1288 
greenhouse [271] or to grape in the field [272]. 1289 
An important group of natural insecticides are essential oils. Numerous studies have shown 1290 
insecticidal activity of essential oil from various eucalypt species [273,185]. In 1948, the eucalypt oil 1291 
has been registered as an insect repellent in the USA, and now some commercial repellents are 1292 
available [53]. The p-menthane-3,8-diol (Fig. 21), similar to DEET, extracted from the leaves of lemon 1293 
eucalypt, Eucalyptus citriodora, has standed out among them by high efficiency and registered as a 1294 
biopesticide repellent by EPA in 2000 [274]. Para-menthane-3,8-diol has a lower vapour pressure 1295 
than other highly volatile active ingredients of ssential oils and provides very high protection from 1296 
insects over several hours, whereas the essential oil is effective only for around one hour [275]. 1297 
Numerous studies have indicated that essential oils of Cinnamomum camphora have activity against 1298 
stored product [276] and agricultural [277,278] pests, and other insects [279]. 1299 
 1300 
 1301 
 1302 
Figure 21. p-Menthane-3,8-diol. 1303 
 1304 
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A. altissima is resistant to insect pests due to its high content of various secondary metabolites in 1305 
tissues. This was noticed a long time ago: for example, this plant has been used to control 1306 
agricultural pest in China [131]. The leaf extract of A. altissima demonstrated low insecticidal activity 1307 
against yellow fever mosquito larvae (Aedes aegypti) [280]. De Feo et al. [247] have shown that 1308 
aqueous leaf extract demonstrated higher mortality compared aqueous root extracts, but the 1309 
ailantone demonstrated highest aphid mortality. Thus, the insecticidal activity of ailanton is of 1310 
interest for development of biopesticides. 1311 
Ishaaya et al. [281] demonstrated that mimosine inhibits growth and development of Tribolium 1312 
castaneum decreasing the activity of trehalase, invertase, and amylase. Nquyen et al. [282] has first 1313 
synthesized novel amino alcohols and phosphoramidothionate derivatives from mimosine and 1314 
evaluated their activity against termites. Mimosinol and deuterated mimosinol (D-mimosinol) had 1315 
much higher (30-40 times) insecticidal activity than mimosine, which could be a result of tyrosinase 1316 
inhibition, where as two phosphoramidothionate derivatives of mimosinol were up to 100 time more 1317 
active than mimosine (comparable to the commercial insecticide rotenone), which may be attributed 1318 
to the acetylcholinesterase inhibition. Such high activity makes mimosine derivatives potential 1319 
candidate for novel bioinsecticides. 1320 
Juglone toxicity for various insects has been shown in various studies [283,284], although some 1321 
lepidopteran species were resistant, such as Actias luna that possesses high activity of quinone 1322 
reductase and was able to detoxify juglone [285]. The mechanism of insecticidal activity of juglone 1323 
has not fully understood. Mitchell and Smith [286] assumed that juglone may inhibit activity of 1324 
ecdysone 20-monooxygenase, an enzyme responsible for converting the molting hormone ecdysone. 1325 
Magiri et al. [287] has showed that juglone inhibited respiration in the Glossina morsitans 1326 
mitochondria. Using metabolomics analysis it was demonstrated that the juglone caused a 1327 
disturbance of the Apis gossypii physiology by affecting its hemolymph metabolomic profile [288]. 1328 
Finally, Hu et al. [289] found that juglone inhibits phenoloxidase activity in haemolymph of larvae of 1329 
Pieris rapae Linne and Helicoverpa armigera Hübner. In insects, phenoloxidase plays an important role 1330 
in the developmental processes of immunity defence, and its inhibitor has a perspective as a 1331 
bioinsecticide. In addition, studies have been also conducted to evaluate the toxic activity of juglone 1332 
derivatives. Evaluation of substituted hydroxyquinones, their salts and halogenated quinines on 1333 
Aedes aegypti L. has showed that three substances are several times more effective than juglone, and 1334 
activity of 3-bromojuglone is similar to the temephos pesticide [290]. These results indicated that the 1335 
bromo substituent, in bromoquinones, is highly reactive and may be used as efficient biocontrol 1336 
agent against the mosquito larvae. 1337 
 1338 
5.3. Development of new biopesticides 1339 
Identification of allelochemicals is of utmost importance for the development of new pesticides, 1340 
and by now quite a lot of phytotoxic compounds are known. However, despite of all advantages of 1341 
using natural substances as bioherbicides, there is a number of problems that prevent commercial 1342 
use thereof. First, a relatively low activity associated with a low specificity should be addressed. In 1343 
contrast to synthetic herbicides, which are usually targeted at a specific stage of metabolism, 1344 
allelochemicals tend to affect simultaneously many physiological processes, but none of them is 1345 
extremely affected [9]. Juglone, which main mode of action is associated with oxidative stress could 1346 
serve as an exception. Second, allelochemicals are usually present in plants at low concentration and 1347 
as a rule act synergistically, and a purified allelopathic compound may act on target plants with 1348 
much higher or much lower strength [257]. Third, such allelochemicals as essential oils contain 1349 
dozens of components, which composition and concentrations depend on many factors including 1350 
season, climate, age, geographic region, plant genetics, etc. [291]. Thus, the drawback of preparations 1351 
based on natural substances could be variability of their composition and accordingly efficiency 1352 
depending on the state of raw materials. Fourth, the reverse side of bioherbicides environmental 1353 
friendliness (rapid decomposition) is their relative instability in the environment. Thus, it is most 1354 
appropriate to use natural allelochemicals as the basis for developing new synthetic herbicides, but 1355 
their chemical structures are often too complicated, and its synthesis at the industrial scale turns out 1356 
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to be extremely expensive [292]. Finally, registration of new products includes very expensive 1357 
regulatory approval procedures that would not be compensated for by the small profits from the 1358 
limited use of these pesticides under specific environmental conditions and requirements (for 1359 
example, in greenhouses or in organic farming) [293]. This is very similar to a situation with 1360 
transgenic plants. The main market share is occupied by crops grown on tens of millions of hectares 1361 
(soybean, corn, cotton, rapeseed, etc.), while less common plants, such as horticultural plants, are not 1362 
being commercialized since the cost of their registration would not be compensated for by profit 1363 
obtained from growthing them. 1364 
However, many significant studies demonstrated that allelopathy possesses promising 1365 
potential for use in agricultural production for economical and environmentally friendly weed 1366 
management in agricultural systems. When developing new herbicides based on allelochemicals, 1367 
extensive field trials are required to study various aspects of interaction thereof both with 1368 
physicochemical properties of soil and soil microorganisms. Studies on the allelochemicals 1369 
biosynthesis were started only recently, and it is necessary to expand work in this direction, as well 1370 
as on transport and mode of action that could be used in future for improving allelopathic potential 1371 
of trees using modern plant breeding techniques. In addition, there are prospects in using plant 1372 
residues of allelopathic trees as a mulch, as well as combined herbicides (at reduced rates), and 1373 
allelopathic extracts. Although many allelochemicals were identified, only a few bioherbicides based 1374 
on them were commercialized, which requires intensifying research on their chemical modification 1375 
in order to improve their properties. The growing interest to environmental protection and organic 1376 
agriculture in the world will contribute to the development of new pesticides based on natural 1377 
allelochemicals. 1378 
6. Transgenic trees and allelopathy 1379 
Due to the great economic importance of eucalypt - this is the main plantation tree - intensive 1380 
research is being carried out on production of transgenic eucalypts. According to the Cartagena 1381 
Protocol on Biosafety, GMOs planted or released into the environment should not have any 1382 
potential adverse effects on biodiversity [294]. Thus, transgenic plants should also be evaluated for 1383 
their allelopathic activity including transgenic eucalypts containing the codA gene that increases salt 1384 
tolerance. The codA gene was isolated from the soil bacterium Arthrobacter globiformis and encodes 1385 
choline oxidase enzyme that has no known direct allelopathic effects [295]. However, transgenic 1386 
plants are more tolerant to salt stress, and it is known that stressful conditions can change both the 1387 
sensitivity to allelochemicals and their production. 1388 
Initially, the effects of codA on allelopathic activity of transgenic Eucalyptus camaldulensis [296] 1389 
or E. globulus [297] were tested under net-house conditions. In addition, long term trials were carried 1390 
out for transgenic E. camaldulensis [298] and E. globulus [297] in Japan. Authors had evaluated the 1391 
allelopathic effects of eucalypts on test species Lactuca sativa using sandwich and soil mix methods, 1392 
and no significant differences were found between the transgenic and non-transgenic plants. 1393 
Kikuchi et al. [296] also demonstrated no change in the qualitative composition of the volatile 1394 
substances and the phenolic compounds in transgenic eucalypts compared to control plants. Later 1395 
Gilani et al. [299] studied allelopathic effects of essential oils from transgenic E. camaldulensis with 1396 
another salt resistance gene, mangrin, on seed germination and early growth of L. sativa L. The 1397 
results showed no significant inhibitory effects of transgenic plants. 1,8-Cineole and α-pinene were 1398 
tested as major oil constituents of E. camaldulensis, and no variation was found between transgenic 1399 
and non-transgenic lines. These results revealed that eucalypts that contained salt tolerance genes 1400 
did not change their allelopathic activity. 1401 
The eucalypt was the first example of metabolic engineering of a woody essential oil plant. In 1402 
2010 Ohara et al. [300] transformed the Eucalyptus camaldulensis Dehnh. with constructs containing 1403 
limonene synthase gene for localization of the enzyme either in the cytosol or in plastids. The 1404 
plastidic and cytosolic expression of transgene yielded 2.6- and 4.5-times more limonene in leaf 1405 
extracts than that accumulated in non-transgenic plants, respectively, but had only a small effect on 1406 
the limonene emission from the leaves. Surprisingly, the limonene synthase expression induced the 1407 
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accumulation of 1,8-cineole and a-pinene, although formation of these two majour monoterpenes of 1408 
Eucalyptus is catalysed by independent monoterpene synthases [300]. However, an assessment of the 1409 
allelopathic activity of these plants has not been reported. 1410 
Evaluation of transgenic eucalypts generated for commercial use also showed no changes in 1411 
their allelopathic activity. The E. grandis x E. urophylla hybrid was transformed with either the 1412 
endo-1,4-β-glucanase (cel1) or the cellulose-binding protein A genes to improve growth rate and 1413 
wood quality [301]. The analysis of yield or composition of essential oil from leaves harvested in 1414 
2009-2010 demonstrated that there were no significant differences between transgenic and 1415 
non-transgenic trees in the field trials. In 2015, Brazil approved commercial use of the transgenic 1416 
eucalypts with the cel1 gene developed by FuturaGene. Another E. grandis x E. urophylla hybrid line 1417 
has been modified for freeze tolerance and sterility, which should not increase chemical exudates 1418 
and leaching, by ArborGen (USA). Field trials confirmed the lack of evidence for allelopathic effects 1419 
of transgenic plants on a variety of grasses and broad leaf weeds in test plots [302]. 1420 
Significantly fewer studies have been conducted on other transgenic trees with high 1421 
allelopathic activity, in particular Leucaena leucocephala. Genetic transformation of L. leucocephala with 1422 
o-methyltransferase gene in antisense orientation resulted in reducing lignin content, increasing 1423 
cellulose content, and was accompanied by an increase in methanol soluble phenolics [303]. Jube and 1424 
Borthakur [304] first reports about reducing the toxicity of a tree-legume using a bacterial gene for 1425 
degradation. Especially with the aim of reducing the content of mimosine allelochemical L. 1426 
leucocephala was transformed with two genes, pydA and pydB, encoding a meta-cleavage dioxygenase 1427 
(EC 1.13.11.2) and a pyruvate hydrolase (EC 3.7.1.6), respectively, from the mimosine-degrading 1428 
Leucaena symbiont Rhizobium sp. strain TAL1145. The mimosine contents of the pydA-expressing 1429 
lines were reduced up to 22.5% in comparison to the wild-type, but no changes were observed in the 1430 
pydB-expressing lines. 1431 
In addition to Eucalyptus and Leucaena, there are also isolated reports on the assessment of 1432 
allelopathy in transgenic plants of other tree species that do not have significant allelopathic activity. 1433 
This is due to the fact that genetic transformation can cause a so-called unforeseen changes unrelated 1434 
to the nature of the gene transferred. Allelopathic tests on Lactuca sativa showed that the root 1435 
exudates and leaf litter of field-grown transgenic Populus alba with xyloglucanase gene for increasing 1436 
the cellulose content did not produce harmful substances [305]. Guo et al. [237] evaluated the 1437 
allelopathic activity of leaves from Populus tomentosa with the DREB transcription factor under field 1438 
conditions. Sandwich and the soil-mix methods with Lactuca sativa seeds did not show significant 1439 
differences between the transgenic and non-transgenic lines. At last, transgenic American chestnut 1440 
(Castanea dentata) expressing an oxalate oxidase gene for fungal disease resistance was evaluated for 1441 
potential allelopathy using five native species in its traditional habitat (grass, forb, shrub, coniferous 1442 
tree, and deciduous tree) [306]. Seed germination or total biomass of seedlings in the greenhouse 1443 
were not significantly different in transgenic and non-transgenic leaf litter. From the data available 1444 
today, it can be concluded that neither the targeted alteration of genes associated with allelochemical 1445 
activity nor unforeseen changes in transgenic woody plants led to a change in their allelochemical 1446 
activity. 1447 
RNA interference-mediated down-regulation of the 4-coumarate: coenzyme A ligase in Populus 1448 
tremula alters lignification and plant growth [307] and rhizogenesis [308]. Metabolomic studies of 1449 
these plants revealed strong changes in the biosynthesis of phenolic compounds, in particular the 1450 
accumulation of glycosylated forms, which may indicate their cytotoxicity. It was also noted that 1451 
lines with a high accumulation of glycosylated forms of phenolic compounds showed reduced 1452 
growth (our unpublished results). Thus, suppression of lignin biosynthesis genes has affected the 1453 
phenolic metabolism of transgenic aspen plants, which could change their allelopathic activity. 1454 
Although Coder and Warnell [309] has placed birch in a group of trees with slight allelopathic 1455 
effects, but significant impact of genotype and ontogeny on birch shoot secondary chemistry was 1456 
shown [310]. It was shown that elevated CO2 and O3, characteristic of global climate change, 1457 
increased phenolic compound contents in leaves of Betula pendula Roth [311]. In addition, birch is 1458 
one of the main hardwood species in boreal forests and promising for establishment of forest 1459 
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plantations including transgenic genotypes. It is not excluded that genetic transformation, especially 1460 
affecting the primary metabolism pathway, can lead to an increased level of allelochemicals. In order 1461 
to increase productivity, we transferred the GS1 gene from Pinus sylvestris, encoding cytosol form of 1462 
glutamine synthetase, main enzyme of nitrogen metabolism in plants, in Betula pubescens and B. 1463 
pendula [312]. The transgenic birch plants had an elevated content of glutamine, as well as glutamic 1464 
and aspartic acids, and rooted more rapidly than the control plants due to increased auxin levels 1465 
[313]. In addition, open-air tests demonstrated that birch plants expressing the GS gene use nitrogen 1466 
more efficiently under nitrogen deficiency conditions [314]. It can be assumed that altered levels of 1467 
amino acids and auxins will lead to a change in the level of allelochemicals. Moreover, forest 1468 
plantations are usually establsihed on poor soils, and the cultivation of plants in conditions of lack of 1469 
nutrients is stressful. It is possible that such stress will increase both the release of allelochemicals by 1470 
transgenic birch trees, and sensitivity to them in the surrounding vegetation. 1471 
The transgenic approach can also be used to study the allelopathic activity of plants. So far, it 1472 
has been applied only on grassy plants. For example, using knock-outs of the relevant diterpene 1473 
synthases, Xu et al. [315] demonstrated that rice momilactones are involved in allelopathy including 1474 
suppressing growth of the widespread rice paddy weed, barnyard grass (Echinochloa crus-galli). 1475 
Plants with this alteration were not allelopathic. Thus, these results not only provide novel genetic 1476 
evidence for natural product-mediated allelopathy, but also furnish a molecular target for breeding 1477 
and metabolic engineering of this important crop plant. Later, RNA interference approach was used 1478 
for suppression of phenylalanine ammonia-lyase gene in rice genotype with high allelopathic 1479 
potential [316]. Transgenic plants demonstrated the lower concentrations of phenolics in the root 1480 
tissues and root exudates and reduced phytotoxicity against Echinochloa crus-galli. 1481 
The use of woody plants as models for the study of allelopathy has not been reported until 1482 
recently. To facilitate allelopathic research, Stanisic et al. [317] has first established apple transgenic 1483 
hairy root cultures as a new tool for allelopathic assays in 2019. Authors transformed four apple 1484 
cultivars by Agrobacteium rhizogenes and demonstrated the phytotoxic effects of hairy root exudates 1485 
on shoot and root development and growth of Arabidopsis thaliana seedlings. Genetic transformation 1486 
did not disturb secondary metabolite production in apple, and untransformed and transgenic root 1487 
tissues had similar content of phenolic acids and flavonoids. As putative allelochemicals chlorogenic 1488 
and caffeic acids and dihydrochalcones phloridzin and phloretin were identified [317]. Obtaining a 1489 
hairy root culture for plants with high allelopitic activity will allow a better study of the biosynthesis 1490 
of these compounds and explore the possibilities of genetic manipulation of these processes. 1491 
One of the directions is production of allelochemicals in bioreactors using plant cell cultures, 1492 
but this technology is now economically justified almost exclusively only for the production of 1493 
valuable pharmaceutical compounds. One of the most effective strategies for enhancing the 1494 
biotechnological production of secondary metabolits is elicitation [318]. Biotic and abiotic elicitors 1495 
stimulate plant defense, including allelopathic, but for the application of this technology it is 1496 
necessary to know in response to which factors plants stimulate production of allelochemicals. 1497 
However, information on this topic in woody plants is rather limited. 1498 
Genetic engineering techniques can be used to enhance allelopathy of agricultural plants as a 1499 
means of controlling weeds. This can be achieved by increasing their production in plants or 1500 
changing the localization of their expression (for example, increasing the content in the roots) or 1501 
seasonality. Their synthesis in plants where they were absent earlier is less likely. This direction 1502 
requires the identification of genes that encode enzymes involved in synthesis of powerful 1503 
allelochemicals and find out how expression of these genes is regulated. 1504 
The use of classical traditional breeding methods to increase allelopathy is still acceptable for 1505 
herbaceous plants, but less efficient for trees. Modern biotechnology methods such as gene transfer 1506 
or genome editing can be used. However, it is unlikely that trees with a complex composition of 1507 
allelochemicals, such as eucalyptus, will be purposefully modified to change their allelopathic 1508 
potential. As already shown, dozens of genes are involved in the synthesis of terpenes, and this 1509 
process is still dependent on various external and internal factors. It is more likely that this will occur 1510 
as a side effect of solving other, more economically feasible tasks, such as a change in the 1511 
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composition or yield of the essential oil. Purposeful change in allelochemical potential has a higher 1512 
probability of use on species containing one major alleochemical, such as mimosine or juglone. To 1513 
perform these tasks, it is necessary to understand genes involved in regulation and biosynthesis of 1514 
allelochemicals. It may be necessary to obtain transgenic model plants to study these processes. 1515 
7. Conclusions 1516 
In recent years, great progress has been achieved in study of allelopathy of woody plants. In 1517 
addition, a number of new allelochemicals has been identified. However, there is still not enough 1518 
data on their biosynthesis, transport, excretion systems, and changes in the soil. The genetics of 1519 
allelopathic processes in woody plants has been poorly researched. Studies conducted on 1520 
biotechnological areas, obviously, are not enough. The wide distribution of the forest plantations, 1521 
especially for species with pronounced allelopathic potential, such as eucalypt and acacia, and in 1522 
new areas requires a comprehensive study. It is necessary to take into account the influence of 1523 
various factors on the qualitative and quantitative allelochemical compositions. Such interactions as 1524 
synergism and antagonism between different allelochemical substances should be evaluated. It is 1525 
also necessary to use field tests and modern molecular research methods more widely. As for the 1526 
forest ecosystems, the previously defined concept of allelopathy as a localized interaction of plants 1527 
and plants through the release of allelochemicals has been expanded in recent years to a 1528 
phenomenon at the ecosystem level. Therefore, it is necessary to apply modeling techniques taking 1529 
climate change into account. These areas should be at the center of future research. 1530 
 1531 
Funding: This research was carried out within the state program of Ministry of Science and High Education of 1532 
the Russian Federation (theme "Plant molecular biology and biotechnology: their cultivation, pathogen and 1533 
stress protection (BIBCH)" (No 0101-2019-0037). 1534 
Conflicts of Interest: The authors declare no conflict of interest. 1535 
 1536 
ORCID 1537 
Konstantin V. Krutovsky: 0000-0002-8819-7084 1538 
Konstantin A. Shestibratov: 0000-0002-1996-6433 1539 
 1540 
References 1541 
1. Rice, E.L. Allelopathy. Ed 2, Academic Press, Orlando, 1984. 1542 
2. Torres A., Oliva, R. M., Castellano D. and Cross P. First world congress on allelopathy. A science of the future. 1543 
SAI (University of Cadiz). Spain, Cadiz, 1996; pp. 278. 1544 
3. Reigosa M.S.; Gonzalesy, L.; Souto, X.C.; Pastoriza, J.E. Allelopathy in forest ecosystem. In Narwal S.S, R.E. 1545 
Hoagland, R.H. Dilday, and M.J. Reigosa (ed). Allelopathy in Ecologycal Agriculture and Forestry. 1546 
Dordrecht: Kluwer Acad Publ. 2000, 183-193. 1547 
4. Li, Z.-H.; Wang, Q.; Ruan, X.; Pan, C.-D.; Jiang, D.-A. Phenolics and plant allelopathy. Molecules 2010, 15, 1548 
8933-8952. doi: 10.3390/molecules15128933. 1549 
5. Holopainen, J.K.; Virjamo, V.; Ghimire, R.P.; Blande, J.D.; Julkunen-Tiitto, R.; Kivimäenpää, M. Climate 1550 
change effects on secondary compounds of forest trees in the Northern Hemisphere. Front. Plant Sci., 2018, 1551 
9, 1445. doi: 10.3389/fpls.2018.01445.  1552 
6. Cummings, J.A.; Parker, I.M.; Gilbert, G.S. Allelopathy: a tool for weed management in forest restoration. 1553 
Plant Ecol. 2012, 213, 1975–1989. doi: 10.1007/s11258-012-0154-x. 1554 
7. Reigosa, M. J. Estudio del Potencial Alelopático de Acacia dealbata Link. Ph. D. thesis, Servicio de 1555 
Publicacións e Intercambio Científico, Univ. Santiago de Compostela 10. 1988. 1556 
Molecules 2019, 24, x FOR PEER REVIEW 39 of 57 
 
8. Reigosa, M.J.; Pazos-Malvido, E. Phytotoxic effects of 21 plant secondary metabolites on Arabidopsis thaliana 1557 
germination and root growth. Journal of Chemical Ecology 2007, 33, 1456–1466. doi: 1558 
10.1007%2Fs10886-007-9318-x 1559 
9. Reigosa, M.J.; Sánchez-Moreiras, A.; González, L. Ecophysiological approach in allelopathy. Critical Reviews in 1560 
Plant Sciences 1999, 18, 577–608. doi: 10.1080/07352689991309405. 1561 
10. Chick, T.A.; Kielbaso, J.J. Allelopathy as an inhibition factor in ornamental tree growth: implications from 1562 
the literature. Journal of Arboriculture 1998, 24, 274-279. 1563 
11. Wang, C.; Zhu, M.; Chen, X.; Qu, B. Review on allelopathy of exotic invasive plants. Proc. Eng. 2011, 18, 1564 
240-246. doi.org/10.1016/j.proeng.2011.11.038 1565 
12. Callaway, R.M.; Ridenour, W.M. Novel weapons: a biochemically based hypothesis for invasive success and 1566 
the evolution of increased competitive ability. Front Ecol Environ. 2004, 2, 436–443. 1567 
13. Liu, C.L.C.; Kuchma, O.; Krutovsky, K.V. Mixed-species versus monocultures in plantation forestry: 1568 
Development, benefits, ecosystem services and perspectives for the future. Global Ecology and Conservation 1569 
2018, 15: e00419. doi: 10.1016/j.gecco.2018.e00419. 1570 
14. Singh, H.P.; Batish, D.R.; Kohli, R.K. Autotoxicity: concept, organisms, and ecological significance. Critical 1571 
Reviews in Plant Sciences 1999, 18, 757–772. doi: 10.1080/07352689991309478. 1572 
15. Chou, C.H. 1989. The role of allelopathy in phytochemical ecology. In: Chou, C.H., Waller, G.R. (Eds.), 1573 
Phytochemical Ecology: Allelochemicals, Mycotoxins and Insect Pheromones and Allomones. Institute of 1574 
Botany, Academia Sinica Monograph Series No. 9, Taipei, ROC, pp. 19–38. 1575 
16. Dayan, F.E.; Duke, S.O. Biological activity of allelochemicals. In Plant-derived natural products: synthesis, 1576 
function, and application, A.E. Osbourn and V. Lanzotti (eds.), Springer Science + Business Media, LLC 1577 
2009, 361-384. doi: 10.1007/978-0-387-85498-4_17.  1578 
17. Cna’ani, A.; Shavit, R.; Ravid, J.; Aravena-Calvo.; J, Skaliter, O.; Masci, T.; Vainstein, A. Phenylpropanoid 1579 
Scent Compounds in Petunia x hybrida Are Glycosylated and Accumulate in Vacuoles. Front. Plant Sci. 1580 
2017, 8, 1898. doi: 10.3389/fpls.2017.01898. 1581 
18. Müller, W.-U.; Leistner, E. Metabolic relation between naphthalene derivatives in Juglans. Phytochemistry 1582 
1978, 17, 1735–1738. doi: 10.1016/S0031-9422(00)88683-5 1583 
19. Smith, I.K.; Fowden, L. A study of mimosine toxicity in plants. J. Exp. Bot. 1966, 17, 750–761. doi: 1584 
10.1093/jxb/17.4.750. 1585 
20. Weston, L.A.; Inderjit. Allelopathy- a potential tool in the development of strategies for biorational weed 1586 
management. In “Non-chemical Weed Management: Principles, Concepts, and Technology” Blackshaw, 1587 
R.E. (Eds.). CABI, 2007, 65-76. doi: 1588 
researchoutput.csu.edu.au/R/-?func=dbin-jump-full&amp;object_id=10011&amp;local_base=GEN01-CSU1589 
01. 1590 
21. Orcutt, D.M.; Nilsen, E.T. The Physiology of Plants under Stress Soil and Biotic Factors. JohnWiley and Sons 1591 
Inc., New York, 2000, 680 p. 1592 
22. Metlen, K.L.; Aschehoug, E.T.; Callaway, R.M. Plant behavioural ecology: dynamic plasticity in secondary 1593 
metabolites. Plant Cell Environ.2009, 32, 641-53. doi: 10.1111/j.1365-3040.2008.01910.x 1594 
23. Kovarik, I.; Säumel, I. Biological flora of Central Europe: Ailanthus altissima (Mill.) Swingle. Perspectives in 1595 
Plant Ecology, Evolution and Systematics 2007, 8, 207–237. doi: 10.1016/j.ppees.2007.03.002. 1596 
24. Knapp, L.B.; Canham, C.D. Invasion of an old-growth forest in New York by Ailanthus altissima: sapling 1597 
growth and recruitment in canopy gaps. J. Torrey Bot. Soc. 2000, 127:307–315. doi: 10.2307/3088649. 1598 
Molecules 2019, 24, x FOR PEER REVIEW 40 of 57 
 
25. Landenberger, R.E.; Kota, N.L.; McGraw, J.B. Seed dispersal of the non-native invasive tree Ailanthus 1599 
altissima into contrasting environments. Plant Ecol. 2007, 192, 55–70. doi: 10.1007/s11258-006-9226-0. 1600 
26. De Feo, V.; De Martino, L.; Quaranta, E.; Pizza, C. Isolation of phytotoxic compounds from tree-of-heaven 1601 
(Ailanthus altissima Swingle). J. Agric. Food Chem. 2003, 51, 1177–1180. doi: 10.1021/jf020686+. 1602 
27. Sladonja, B.; Susek, M.; Guillermic, J. Review on Invasive Tree of Heaven (Ailanthus altissima (Mill.) Swingle) 1603 
Conflicting Values: Assessment of Its Ecosystem Services and Potential Biological Threat. Environmental 1604 
Management 2015, 56,1009–1034. doi: 10.1007/s00267-015-0546-5. 1605 
28. Mergen, F. A toxic principle in the leaves of Ailanthus. Bot. Gaz. 1959, 121, 32-36. doi: 10.1086/336038. 1606 
29. Heisey, R.M. Evidence for allelopathy by tree of heaven (Ailanthus altissima). J. Chem. Ecol. 1990, 16, 1607 
2039–2055. doi: 10.1007/BF01020515. 1608 
30. Lawrence, J.G.; Colwell, A.; Sexton, O.J. The Ecological Impact of Allelopathy in Ailanthus altissima 1609 
(Simaroubaceae). Am. J. Bot. 1991, 78, 948-958.  doi: 10.1002/j.1537-2197.1991.tb14498.x. 1610 
31. Novak, N.; Novak, M.; Barić, K.; Šćepanović, M.; Ivić, D. Allelopathic potential of segetal and ruderal 1611 
invasive alien plants. Journal of Central European Agriculture 2018, 19, 408-422. doi: 1612 
10.5513/JCEA01/19.2.2116. 1613 
32. Albouchi, F.; Hassen, I.; Casabianca, H.; Hosni, K. Phytochemicals, antioxidant, antimicrobial and 1614 
phytotoxic activities of Ailanthus altissima (Mill.) Swingle leaves. S. Afr. J Bot 2013, 87, 164–174.  doi: 1615 
10.1016/j.sajb.2013.04.003. 1616 
33. Meng, P.; Pei, H.; Hu, W.; Liu, Z.; Li, X.; Xu, H. Allelopathic effects of Ailanthus altissima extracts on 1617 
Microcystis aeruginosa growth, physiological changes and microcystins release. Chemosphere 2015, 141, 1618 
219-226. doi: 10.1016/j.chemosphere.2015.07.057. 1619 
34. Gomez-Aparicio, L.; Canham, C.D. Neighbourhood analyses of the allelopathic effects of the invasive tree 1620 
Ailanthus altissima in temperate forests. Journal of Ecology 2008, 96, 447–458 doi: 1621 
10.1111/j.1365-2745.2007.01352.x. 1622 
35. Motard, E.; Dusz, S.; Geslin, B.; Akpa-Vinceslas, M.; Hignard, C.; Babiar, O.; Clair-Maczulajtys, D.; 1623 
Michel-Salzat, A. How invasion by Ailanthus altissima transforms soil and litter communities in a 1624 
temperate forest ecosystem. Biol. Invasions 2015. doi: 10.1007/s10530-014-0838-3. 1625 
36. Lerner, H.R.; Evenari, M. The nature of the germination inhibitor present in the leaves of Eucalyptus rostrata. 1626 
Physiologia Plantarum 1961, 14, 221–229. 1627 
37. del Moral, R.; Muller, C.H. Fog drip: a mechanism for toxin transport in Eucalyptus globulus. Bulletin of the 1628 
Torrey Botanical Club 1969, 96, 467-475. doi: 10.2307/2484065. 1629 
38. May, E.F.; Ash, E.J. An assessment of the allelopathic potential of Eucalyptus. Aust. J. Bot. 1990, 38, 245–254 1630 
doi: 10.1071/BT9900245. 1631 
39. Babu, R.C.; Kandasamy, O.S. Allelopathic effect of Eucalyptus globulus Lahill. on Cyperus rotundus L. and 1632 
Cynodon dactylon L. Pers. J. Agronomy & Crop Science 1997, 179, 123-126. doi: 1633 
10.1111/j.1439-037X.1997.tb00507.x. 1634 
40. Ahmed, R.; Rafiqul Hoque, A.T.M.; Hossain, M.K. Allelopathic effects of Leucaena leucocephala leaf litter on 1635 
some forest and agricultural crops grown in nursery. Journal of Forestry Research 2008, 19, 298−302. doi: 1636 
10.1007/s11676-008-0053-0. 1637 
41. Fang B.; Yu S.; Wang Y.; Qiu, X.; Cai, C.; Liu, S. Allelopathic effects of Eucalyptus urophylla on ten tree species 1638 
in south China. Agroforest Syst. 2009, 76, 401–408. doi: 10.1007/s10457-008-9184-8. 1639 
Molecules 2019, 24, x FOR PEER REVIEW 41 of 57 
 
42. Ghnaya, A.D.; Hamrouni, L.; Amri, I.; Ahoues, H.; Hanana, M.; Romane, A. Study of allelopathic effects of 1640 
Eucalyptus erythrocorys L. crude extracts against germination and seedling growth of weeds and wheat. 1641 
Natural Product Research 2016, 30, 2058–2064.  1642 
43. Zhao, W.; Zheng, Z.; Zhang J.; Roger, S-F.; Luo, X. Evaluation of the use of eucalyptus to control algae bloom 1643 
and improve water quality. Science of the Total Environment 2019, 667, 412-418. doi: 1644 
10.1016/j.scitotenv.2019.02.276. 1645 
44. Zhang, D.; Zhang, J.; Yang, W.; Wu, F. Potential allelopathic effect of Eucalyptus grandis across a range of 1646 
plantation ages. Ecol. Res. 2010, 25, 13-23. doi: 10.1007/s11284-009-0627-0. 1647 
45. Padhy, B.; Pattnaik, P.K.; Tripathy, A.K. Allelopathic potential of Eucalyptus leaf litter- leachate on the 1648 
germination and seedling growth of finger-millet. Allelopathy Journal 2000, 7, 69-78. 1649 
46. Niakan, M.; Saberi, K. Effects of Eucalyptus allelopathy on growth characters and antioxidant enzymes 1650 
activity in Phalaris weed. Asian Journal of Plant Sciences 2009, 8, 440-446. doi: 10.3923/ajps.2009.440.446. 1651 
47. Silva, E.R.; Lazarotto, D.C.; Schwambach, J.; Overbeck, G. E.; Geraldo L.G.; Soares G.L.G. Phytotoxic effects 1652 
of extract and essential oil of Eucalyptus saligna (Myrtaceae) leaf litter on grassland species. Australian 1653 
Journal of Botany 2017, 65, 172–182. doi: 10.1071/BT16254. 1654 
48. Morsi, M.M.; Abdelmigid, H.M. Allelopathic activity of Eucalyptus globulus leaf aqueous extract on Hordeum 1655 
vulgare growth and cytogenetic behavior. AJCS 2016, 10, 1551-1556. doi: 10.21475/ajcs.2016.10.11.PNE122. 1656 
49. Abdelmigid, H.M.; Morsi, M.M. Cytotoxic and molecular impacts of allelopathic effects of leaf residues of 1657 
Eucalyptus globulus on soybean (Glycine max). Journal of Genetic Engineering and Biotechnology 2017, 15, 1658 
297–302. doi: 10.1016/j.jgeb.2017.08.005. 1659 
50. Forrester, D.I.; Bauhus, J.; Vanclay, J,K. Mixed-species plantations of Eucalyptus with nitrogen fixing trees: a 1660 
review. For. Ecol. Manag. 2006, 233, 211-230 doi: 10.1016/j.foreco.2006.05.012. 1661 
51. Zhang, C.; Fu, S. Allelopathic effects of eucalyptus and the establishment of mixed stands of eucalyptus and 1662 
native species. For. Ecol. Manag. 2009, 258, 1391-1396. doi: 10.1016/j.foreco.2009.06.045. 1663 
52. Zhang, C.; Li, X.; Chen, Y.; Zhao, J.; Wan, S.; Lin, Y.; Fu, S. Effects of eucalyptus litter and roots on the 1664 
establishment of native tree species in eucalyptus plantations in South China. For. Ecol. Manag. 2016, 375, 1665 
76–83. doi: 10.1016/j.foreco.2016.05.013. 1666 
53. Zhang, J.; An, M.; Wu, H.; Stanton, R.; Lemerle, D. Chemistry and bioactivity of eucalyptus essential oils. 1667 
Allelopathy Journal 2010, 25, 313-330. 1668 
54. Ahmed, R.; Alam, M.S.; Ahmed F.U.; Hossain, M.K. Assaying the allelopathic effects of Eucalyptus 1669 
camaldulensis in a nursery bed incorporated with leaf litter. J. For. Res. 2017. doi: 10.1007/s11676-017-0450-3. 1670 
55. Chu C.; Mortimer P.E.; Wang, H.; Wanga, Y.; Liu, X.; Yu, S. Allelopathic effects of Eucalyptus on native and 1671 
introduced tree species. For. Ecol. Manag. 2014, 323, 79–84. doi: 10.1016/j.foreco.2014.03.004. 1672 
56. Qin, F.; Liu, S.; Yu, S. Effects of allelopathy and competition for water and nutrients on survival and growth 1673 
of tree species in Eucalyptus urophylla plantations. For. Ecol. Manag. 2018, 424, 387-395. doi: 1674 
10.1016/j.foreco.2018.05.017. 1675 
57. Lorenzo, P.; Gonzalez, L.; Reigosa, M.J. The genus Acacia as invader: the characteristic case of Acacia dealbata 1676 
Link in Europe. Ann. For. Sci. 2010, 67, 101. doi: 10.1051/forest/2009082. 1677 
58. Sheppard, A.W.; Shaw, R.H.; Sforza, R. Top 20 environmental weeds for classical biological control in 1678 
Europe: a review of opportunities, regulations and other barriers to adoption. Weed Res. 2006, 46, 93–117. 1679 
doi: 10.1111/j.1365-3180.2006.00497.x.5 1680 
59. Reigosa, M.J.; Casal, J.F.; Carballeira, A. Efectos alelopaticos de Acacia dealbata Link durante su floracibn. 1681 
Stud. Oecol., 1984, 5, 135-150. 1682 
Molecules 2019, 24, x FOR PEER REVIEW 42 of 57 
 
60. Carballeira, A.; Reigosa, M.J. Effects of natural leachates of Acacia dealbata link in Galicia (NW Spain). Bot. 1683 
Bull. Acad. Sinica. 1999, 40, 87–92. 1684 
61. Lorenzo, P.; Pazos-Malvido, E.; Reigosa, M.J.; González L. Differential responses to allelopathic compounds 1685 
released by the invasive Acacia dealbata Link (Mimosaceae) indicate stimulation of its own seed. Australian 1686 
Journal of Botany 2010, 58, 546–553. doi: 10.1071/BT10094. 1687 
62. Reigosa, M.J.; Ocaña A.C. Studies on the allelopathic potential of Acacia dealbata Link.: allelopathic potential 1688 
produced during laboratory decomposition of plant residues incorporated into soil. J. Allelochem. 1689 
Interactions. 2017, 3, 23-33. 1690 
63. Lorenzo. P.; Palomera-Pérez, A.; Reigosa, M.J.; González, L. Allelopathic interference of invasive Acacia 1691 
dealbata Link on the physiological parameters of native understory species. Plant Ecol. 2011, 212, 403–412. 1692 
doi: 10.1007/s11258-010-9831-9/. 1693 
64. Aguilera, N.; Becerra, J.; Villaseñor-Parada, C.; Lorenzo, P.; González, L.; Hernández V. Effects and 1694 
identification of chemical compounds released from the invasive Acacia dealbata Link Chemistry and 1695 
Ecology, 2015, 31, 479–493. doi: 10.1080/02757540.2015.1050004.  1696 
65. Lorenzo, P.; Rodrguez, J.; González, L.; Rodríguez-Echeverría, S. Changes in microhabitat, but not 1697 
allelopathy, affect plant establishment after Acacia dealbata invasion. Journal of Plant Ecology, 2017, 10, 1698 
610–617. doi: 10.1093/jpe/rtw061. 1699 
66. González, L.; Souto, X.C.; Reigosa, M.J. Allelopathic effects of Acacia melanoxylon R. Br. Phyllodes during 1700 
their decomposition. For. Ecol. Manag. 1995, 77, 53–63. doi: 10.1016/0378-1127(95)03581-T. 1701 
67. Hussain, M.I.; González, L.; Reigosa, M.J. Allelopathic potential of Acacia melanoxylon on the germination 1702 
and root growth of native species. Weed Biology and Management 2011, 11, 18–28. doi: 1703 
10.1111/j.1445-6664.2011.00401.x. 1704 
68. Ismail, N.A.N.; Metali, F. Allelopathic effects of invasive Acacia mangium on germination and growth of local 1705 
paddy varieties. Journal of Agronomy 2014, 13, 158-168. doi: 10.3923/ja.2014.158.168. 1706 
69. Peguero, G.; Lanuza, O.R.; Save, R.; Espelta, J.M. Allelopathic potential of the neotropical dry-forest tree 1707 
Acacia pennatula Benth.: inhibition of seedling establishment exceeds facilitation under tree canopies. Plant. 1708 
Ecol. 2012, 213, 1945–1953. doi: 10.1007/s11258-011-0014-0. 1709 
70. John, J.; Narwal S.S. AllelopathicPlants. 9. Leucaena leucocephulu (Lam.) de Wit. Allelophaty Journal 2003, 2, 1710 
13-36.  1711 
71. Ishihara, K.L.; Honda, M.D.H.; Bageel, A.; Borthakur, D. Leucaena leucocephala: a leguminous tree suitable for 1712 
eroded habitats of Hawaiian islands. In: Dagar J., Singh A. (eds) Ravine Lands: Greening for Livelihood 1713 
and Environmental Security. Springer, Singapore. 2018, 413-431. doi: 10.1007/978-981-10-8043-2_18. 1714 
72. Garcia, G.W.; Ferguson, T.U.; Neckles, F.A.; Archibald, K.A.E. The nutritive value and forage productivity of 1715 
Leucaena leucocephala. Anim. Feed Sci. Technol. 1996, 60, 29–41. 1716 
73. Singh, H.P., Batish, D.R.; Kohli, R.K. Allelopathic effect of Leucaena leucocephala on Zea mays. Journal of 1717 
Tropical Forest Science 1999, 11, 801-808. 1718 
74. Chai, T.-T.; Ooh, K.-F.; Ooi, P.-W.; Chue, P.-S.; Wong, F.-C. Leucaena leucocephala leachate compromised 1719 
membrane integrity, respiration and antioxidative defence of water hyacinth leaf tissues. Bot. Stud. 2013, 1720 
54, 8. doi: 10.1186/1999-3110-54-8. 1721 
75. Rietveld, W.J. Allelopathic effects of juglone on germination and growth of several herbaceous and woody 1722 
species. J Chem Ecol. 1983, 9, 295-308. doi: 10.1007/BF00988047. 1723 
76. Massey, A.B. Antagonism of the walnuts (Juglans nigra L. and Julgans cinerea L.) in certain plant associations. 1724 
Phytopathology 1925, 15, 773-784. 1725 
Molecules 2019, 24, x FOR PEER REVIEW 43 of 57 
 
77. Kocacaliskan, I.; Terzi, I. Allelopathic effects of walnut leaf extracts and juglone on seed germination and 1726 
seedling growth. The Journal of Horticultural Science and Biotechnology 2001, 76, 436-440. doi: 1727 
10.1080/14620316.2001.11511390. 1728 
78. Ercisli, S.; Esitken, A.; Turkkal, C.; Orhan, E. The allelopathic effects of juglone and walnut leaf extractson 1729 
yield, growth, chemical and PNE compositionsof strawberry cv. Fern. Plant Soil Environ. 2005, 51, 283–287. 1730 
79. Wang, Q.; Xuab, Z.; Hua, T.; Rehmanc, H.; Chena, H.; Lia, Z.; Dingd, B.; Hu, H. Allelopathic activity and 1731 
chemical constituents of walnut (Juglans regia) leaf litter in walnut–winter vegetable agroforestry system. 1732 
Natural Product Research 2014, 28, 2017–2020. doi: 10.1080/14786419.2014.913245. 1733 
80. Shrestha, A. Potential of a black walnut (Juglans nigra) extract product (NatureCur®) as a pre- and 1734 
post-emergence bioherbicide. Journal of Sustainable Agriculture 2009, 33, 810–822. doi: 1735 
10.1080/10440040903303397.  1736 
81. Uddin, M.B.; Ahmed, R.; Mukul, S.A.; Hossain, M.K. Inhibitory effects of Albizia lebbeck leaf extracts on 1737 
germination and growth behavior of some popular agricultural crops Journal of Forestry Research 2007, 18, 1738 
128−132. doi: 10.1007/s11676-007-0025-9. 1739 
82. Hisashi Kato-Noguchi, H.; Salam, M.A.; Ohno, O.; Suenaga, K. Nimbolide B and nimbic acid B, phytotoxic 1740 
substances in neem leaves with allelopathic activity. Molecules 2014, 19, 6929-6940; doi: 1741 
10.3390/molecules19066929. 1742 
83. Xuan, T.; Eiji, T.; Hiroyuki, T.; Mitsuhiro, M.; Khanh, T.D.; Ill-Min Chung, I.-M. Evaluation on phytotoxicity 1743 
of neem (Azadirachta indica. A. Juss) to cropsand weeds. Crop Protection 2004, 23, 335–345. 1744 
doi:10.1016/j.cropro.2003.09.004. 1745 
84. Vandermasta, D.B.; van Learb, D.H.; Clinton, B.D. American chestnut as an allelopath in the southern 1746 
Appalachians. Forest Ecology and Management 2002, 165, 173-181. 1747 
85. Bauer, J.T.; Shannon, S.M.; Stoops, R.E.; Reynolds, H.L. Context dependency of the allelopathic effects of 1748 
Lonicera maackii on seed germination. Plant Ecol 2012, 213, 1907–1916. doi: 10.1007/s11258-012-0036-2. 1749 
86. Cipollini, D.; Randall Stevenson, R.; Enright, S.; Eyles, A.; Bonello, P. Phenolic metabolites in leaves of the 1750 
invasive shrub, Lonicera maackii, and their potential phytotoxic and anti-herbivore effects. J. Chem. Ecol. 1751 
2008, 34, 144–152. doi: 10.1007/s10886-008-9426-2. 1752 
87. Batish, D.R.; Singh, H.P.; Kohli, R.K. Vegetation exclusion under Casuarina equisetifolia L.: does allelopathy 1753 
play a role? Community Ecology 2001, 2, 93-100. doi: 10.1556/ComEc.2.2001.1.10. 1754 
88. Haq R.A.; Hussain M.; Cheema, Z.A.; Mushtaq, M.N.; Farooq, M. Mulberry leaf water extract inhibits 1755 
bermudagrass and promotes wheat growth. Weed Biology and Management, 2010, 10, 234–240. 1756 
doi:10.1111/j.1445-6664.2010.00389.x. 1757 
89. Nekonam, M.S.; Razmjoo, J.; Sharifnabi, B.; Karimmojeni, H. Assessment of allelopathic plants for their 1758 
herbicidal potential against field bindweed (Convolvulus arvensis). AJCS 2013, 7, 1654-1660. 1759 
90. Singh, H.P.; Kohli, R.K.; Batish, D.R. Allelopathic interference of Populus deltoids with some winter season 1760 
crops. Agronomie 2001, 21, 139–146. 1761 
91. Dabral, A.; Butola, B.S.; Khanduri, V.P.; Sharma, C.M.; Dhanush, C. Autotoxicity against seed germination, 1762 
seedling emergence of Quercus leucotrichophora A. Camus Ex. Bahadur. Journal of Pharmacognosy and 1763 
Phytochemistry 2018, 7, 1813-1816. 1764 
92. Klionsky, S.M.; Amatangelo, K.L.; Donald M. Waller, D.M. Above- and belowground impacts of European 1765 
buckthorn (Rhamnus cathartica) on four native forbs. Restoration Ecology 2011, 19, 728–737. doi: 1766 
10.1111/j.1526-100X.2010.00727.x. 1767 
Molecules 2019, 24, x FOR PEER REVIEW 44 of 57 
 
93. Warren II, R.J.; Adam Labatore, A.; Candeias, M. Allelopathic invasive tree (Rhamnus cathartica) alters 1768 
native plant communities. Plant Ecol (2017) 218:1233–1241 doi: 10.1007/s11258-017-0766-2. 1769 
94. Seltzner, S.; Eddy, T.L Allelopathy in Rhamnus cathartica, European buckthorn. The Michigan Botanist 2003, 1770 
42, 51-61. 1771 
95. Nasir, H.; Iqbal, Z.; Hiradate, S.; Fujii, Y. Allelopathic potential of Robinia pseudo-acacia L. Journal of 1772 
Chemical Ecology, 2005, 31, 9. doi: 10.1007/s10886-005-6084-5.  1773 
96. Kole R.K., Karmakar, P.R.; Poi, R.; Mazumdar, D. Allelopathic inhibition of teak leaf extract: A potential 1774 
pre-emergent herbicide. Journal of Crop and Weed 2011, 7, 101-109. 1775 
97. Lacret. R.; Varela, R.M.; Molinillo, J.M.G.; Nogueiras, C.; Macías, F.A. Anthratectone and Naphthotectone, 1776 
Two Quinones from Bioactive Extracts of Tectona grandis. J. Chem. Ecol. 2011, 37, 1341–1348. doi: 1777 
10.1007/s10886-011-0048-8. 1778 
98. Macías, F.A.; Lacret, R.: Rosa M. Varela, R.M.; Nogueiras, C.; Molinillo, J.M.G. Isolation and phytotoxicity of 1779 
terpenes from Tectona grandis. J. Chem. Ecol. 2010, 36, 396–404. doi: 10.1007/s10886-010-9769-3. 1780 
99. Perez-Corona M.E.; Heras, P.; Vazquez de Aldana, B.R Allelopathic potential of invasive Ulmus pumila on 1781 
understory plant species. Allelopathy Journal 2013, 32: 101-112. doi: 0971-4693/94. 1782 
100. Sunmonu, T.O.; van Staden, J. Phytotoxicity evaluation of six fast-growing tree species in South Africa. 1783 
South African. Journal of Botany 2014, 90, 101–106. doi: 10.1016/j.sajb.2013.10.010. 1784 
101. Elalouia, M.; Ghazghazia, H.; Ennajaha, A.; Manaab, S.; Guezmirb, W.; Karrayb. N.B.; Laamouria, A. 1785 
Phenolic profile, antioxidant capacity of five Ziziphus spina-christi (L.) Willd provenances and their 1786 
allelopathic effects on Trigonella foenum-graecum L. and Lens culinaris L. seeds. Natural Product Research 1787 
2017, 31, 1209–1213. doi: 10.1080/14786419.2016.1226830 1788 
102. Lee, I.K.; Monsi, M. Ecological studies on Pinus densiflora forest. I. Effects of plant substances on the floristic 1789 
composition of the undergrowth. Bat. Mag. (Tokyo), 1963, 76, 400-413. 1790 
103. Braine, J.W.; Curcio, G.R.; Wachowicz, C.M.; Hansel, F.A. Allelopathic effects of Araucaria angustifolia 1791 
needle extracts in the growth of Lactuca sativa seeds. J. For. Res. 2012, 17, 440-445. 1792 
doi:10.1007/s10310-011-0314-1. 1793 
104. Huang, Z.; Liao, L.; Wang, S.; Cao, G. Allelopathy of phenolics from decomposing stump-roots in replant 1794 
Chinese fir woodland. Journal of Chemical Ecology 2000, 26, 2211-2219. doi: 10.1023/A:1005580718765. 1795 
105. Chen, L.-C.; Wang, S.-L. Allelopathic behaviour of Chinese fir from plantations of different ages. Forestry 1796 
2013, 86, 225–230. doi: 10.1093/forestry/cps078. 1797 
106. Lin, S.; Cao, G.; Du, L.; Wang, A. Effect of Allelochemicals of Chinese-fir root extracted by supercritical CO2 1798 
extraction on Chinese fir. Journal of Forestry Research 2003, 14, 122-126. doi: 10.1007/BF02856777. 1799 
107. Kong, C.H.; Chen, L.C.; Xu, X.H.; P. Wang, P.; Wang, S.L. Allelochemicals and Activities in a Replanted 1800 
Chinese Fir (Cunninghamia lanceolata (Lamb.) Hook) Tree Ecosystem. J. Agric. Food Chem. 2008, 56, 1801 
11734–11739. doi: 10.1021/jf802666p. 1802 
108. Liu, B.; Daryanto, S.; Wang, L.; Li, Y.; Liu, Q.; Zhao, C.; Wang, Z. Excessive accumulation of Chinese fir 1803 
litter inhibits its own seedling emergence and early growth—a greenhouse perspective. Forests 2017, 8, 1804 
341. doi: 10.3390/f8090341. 1805 
109. Young, G.P.; Bush, J.K. Assessment of the allelopathic potential of Juniperus ashei on germination and 1806 
growth of Bouteloua curtipendula. J. Chem. Ecol. 2009, 35, 74–80. doi: 10.1007/s10886-008-9585-1. 1807 
110. Yang Li. Effect of water extracts of larch on growth of Manchurian walnut seedlings. Journal of Forestry 1808 
Research 2005, 16, 285-288. doi: 10.1007/BF02858190. 1809 
Molecules 2019, 24, x FOR PEER REVIEW 45 of 57 
 
111. Ruan, X.; Li, Z.-H.; Wang, Q.; Pan, C.-D.; Jiang, D.-A.; Wang, G.G. Autotoxicity and allelopathy of 1810 
3,4-dihydroxyacetophenone isolated from Picea schrenkiana needles. Molecules 2011, 16, 8874-8893. doi: 1811 
10.3390/molecules16108874. 1812 
112. Ruan, X.; Pan, C.-D.; Liu, R.; Li, Z.-H.; Li, S.-L.; Jiang, D.-A.; Zhang, J.-C.; Geoff Wang, G.; Zhao, Y.-X.; 1813 
Wang, Q. Effects of climate warming on plant autotoxicity in forest evolution: a case simulation analysis 1814 
for Picea schrenkiana regeneration. Ecology and Evolution 2016, 6, 5854–5866. doi: 10.1002/ece3.2315. 1815 
113. Kato-Noguchi, H.; Fushimi, Y.; Tanaka, Y.; Teruya, T.; Suenaga, K. Allelopathy of red pine: isolation and 1816 
identification of an allelopathic substance in red pine needles. Plant Growth Regul 2011, 65, 299–304. doi: 1817 
10.1007/s10725-011-9601-2. 1818 
114. Kato-Noguchia, H.; Kimura, F.; Ohnob, O.; Suenaga, K. Involvement of allelopathy in inhibition of 1819 
understory growth in red pine forests. Journal of Plant Physiology 2017, 218, 66-73. doi: 1820 
10.1016/j.jplph.2017.07.006. 1821 
115. Nektarios P.A.; Economou, G.; Avgoulas, C. Allelopathic effect of Pinus halepensis needles on trufgrasses 1822 
and biosensor plants. Hort. Sience 2005, 40, 246-250. 1823 
116. Monnier, Y.; Vila, B.; Montes, N.; Bousquet-Melou, A.; Prevosto, B.; Fernandez, C. Fertilization and 1824 
allelopathy modify Pinus halepensis saplings crown acclimation to shade. Trees 2011, 25, 497–507. doi: 1825 
10.1007/s00468-010-0525-7. 1826 
117. Fernandez, C.; Lelong, B.; Vila, B.; Mévy, J.-P.; Robles, C.; Greff, S.; Dupouyet, S.; Bousquet-Mélou, A. 1827 
Potential allelopathic effect of Pinus halepensis in the secondary succession: an experimental approach. 1828 
Chemoecology 2006, 16, 97-105. doi: 10.1007/s00049-006-0334-z.  1829 
118. Fernandez, C.; Monnier, Y.; Ormeno, E.; Baldy, V.; Greff, S.; Pasqualini, V.; Mévy, J.-P.; Bousquet-Mélou, A. 1830 
Variations in allelochemical composition of leachates of different organs and maturity stages of Pinus 1831 
halepensis. J. Chem. Ecol. 2009, 35, 970–979. doi: 10.1007/s10886-009-9667-8. 1832 
119. Fernandez, C.; Santonja, M.; Gros, R.; Monnier, Y.; Chomel, M.; Baldy, V.; Bousquet-Mélou A. 1833 
Allelochemicals of Pinus halepensis as drivers of biodiversity in Mediterranean open mosaic habitats 1834 
during the colonization stage of secondary succession. J. Chem. Ecol. 2013; 39, 298-311. doi: 1835 
10.1007/s10886-013-0239-6. 1836 
120. Fernandez, C.; Voiriot, S.; Mévy, J.-P.; Vila, B.; Ormeno, E.; Dupouyet, S.; Bousquet-Mélou, A. Regeneration 1837 
failure of Pinus halepensis Mill.: The role of autotoxicity and some abiotic environmental parameters. For. 1838 
Ecol. Manag. 2008, 255, 2928–2936. doi: 10.1016/j.foreco.2008.01.072. 1839 
121. Amri, I.; Samia Gargouri, S.; Hamrouni, L.; Hanana, M.; Fezzani, T.; Jamoussi, B. Chemical composition, 1840 
phytotoxic and antifungal activities of Pinus pinea essential oil. Journal of Pest Science 2012, 85, 199-207. doi: 1841 
10.1007/s10340-012-0419-0.  1842 
122. Sharma, N.K.; Batish, D.R.; Singh, H.P.; Kohli R.K. Allelopathic effect of Pinus roxburghii on an 1843 
understorey plant, Bidens pilosa. Annals of Plant Sciences 2016. ??? doi: 10.21746/aps.2016.10.005. 1844 
123. Zhang, Z. X.; Gao, Y.; Zhao, Y. J. Study on allelopathy of three species of Pinus in North China. Applied 1845 
Ecology and Environmental Research 2018, 16, 6409-6417. doi: 10.15666/aeer/1605_64096417. 1846 
124. Devaney, J.L.; Whelan, P.M.; Jansen, M.A.K. Conspecific negative density dependence in a long-lived 1847 
conifer, yew Taxus baccata L. European Journal of Forest Research 2018, 137, 69-78. doi: 1848 
10.1007/s10342-017-1091-y. 1849 
125. Lobiuc A.; Cuibari, R.; Frunzete, M.; Naela, C.; Burducea, M.; Mirela, A.; Zamfirache, M. The effects of 1850 
Taxus baccata L. aqueous extracts on germination, seedling growth and physiological parameters of test 1851 
species. Journal of Horticulture, Forestry and Biotechnology 2016, 20, 118- 125. 1852 
Molecules 2019, 24, x FOR PEER REVIEW 46 of 57 
 
126. Keeling, C.I.; Lewis, A.R.; Kolotelo, D.; Russell, J.H.; Kermode, A.R. Resin vesicles in conifer seeds: 1853 
morphology and allelopathic effects. Canadian Journal of Forest Research 2018, 48, 1515-1525. doi: 1854 
10.1139/cjfr-2018-0221. 1855 
127. Seal, A.N.; Pratley, J.E.; Haig, T.J.; An, M.; Wua, H. Plants with phytotoxic potential: Wollemi pine 1856 
(Wollemia nobilis). Agriculture, Ecosystems and Environment 2010, 135, 52–57. doi: 10.1016/j.agee.2009.08.009.  1857 
128. Kim, H.M.; Lee, J.S.; Sezirahiga, J.; Kwon, J.; Jeong, M.; Lee, D.; Choi, J-H.; Jang, D.S. A new 1858 
canthinone-type alkaloid isolated from Ailanthus altissima Swingle. Molecules 2016, 21, 642. doi: 1859 
10.3390/molecules21050642. 1860 
129. Ni, J-C.; Shi, J-T.; Tan, Q-W.; Chen, Q-J. Phenylpropionamides, piperidine, and phenolic derivatives from 1861 
the fruit of Ailanthus altissima. Molecules 2017, 22, 2107. doi: 10.3390/molecules22122107. 1862 
130. Curcino Vieira, I.J.; Braz-Filho, R. Quassinoids: structural diversity, biological activityand synthetic studies. 1863 
Stud. Nat. Prod. Chem. 2006, 33, 433-492. doi: 10.1016/S1572-5995(06)80032-3. 1864 
131. Heisey, R.M. Identification of an allelopathic compound from Ailanthus altissima (Simaroubaceae) and 1865 
characterization of its herbicidal activity. Am. J. Bot. 1996, 83, 192–200. doi: 1866 
10.1002/j.1537-2197.1996.tb12697.x. 1867 
132. Lin, L.-J.; Peiser, G.; Ying, B.-P.; Mathias, K.; Karasina, F.; Wang, Z.; Itatani, J.; Green, L.; Hwang, Y.-S. 1868 
Identification of plant growth inhibitory principles in Ailanthus altissima Castela tortuosa. Journal of 1869 
Agricultural and Food Chemistry 1995, 43, 1706–1711. 1870 
133. Hong, Z.L.; Xiong, J.; Wu, S.B.; Zhu, J.J.; Hong, J.L.; Zhao, Y.; Hu, J.F. Tetracyclic triterpenoids and 1871 
terpenylated coumarins from the bark of Ailanthus altissima (“Tree of Heaven”). Phytochemistry 2013, 86, 1872 
159–167. doi: 10.1016/j.phytochem.2012.10.008. 1873 
134. Heisey R.M.; Heisey, T.K. Herbicidal effects under field conditions of Ailanthus altissima bark extract, 1874 
which contains ailanthone. Plant Soil 2003, 256, 85–99.  doi: 10.1023/A:1026209614161. 1875 
135. Ayeb-Zakhama, A.E.; Salem S.B.; Sakka-Rouis, L.; Flamini, G.; Jannet, H.B.; Harzallah-Skhiri F. Chemical 1876 
Composition and phytotoxic effects of essential oils obtained from Ailanthus altissima (Mill.) Swingle 1877 
cultivated in Tunisia. Chem. Biodivers. 2014, 11, 1216-27. doi: 10.1002/cbdv.201300409. 1878 
136. Vogel, A., Jr., C. Reinschauer. Uever einen neuen organischen Körper in den Fruchtschalen der Juglans 1879 
regia. Neues Repertorium Für die Pharmacie 1856, 5, 106–110. 1880 
137. Berntsen, A.; Semper, A. Ueber die constitution des juglons und seine synthese aus naphtalin. Berichte der 1881 
Deutschen Chemischen Gesellschaft 1887, 20, 934–941. 1882 
138. Davis, E.F. The toxic principle of Juglans nigra as identified with synthetic juglone, and itstoxic effects on 1883 
tomato and alfalfa plants. American Journal of Biology, 1928.15, 620.  1884 
139. Hook, I.; Mills, C.; Sheridan, H. Bioactive naphthoquinones from higher plants. Studies Nat. Prod. Chem. 1885 
2014, 41, 119–160. doi: 10.1016/B978-0-444-63294-4.00005-X. 1886 
140. Babula, P.; Vaverkova, V.; Poborilova, Z.; Ballova, L.; Masarik, M.; Provaznik, I. Phytotoxic action of 1887 
naphthoquinone juglone demonstrated on lettuce seedling roots. Plant Physiol Biochem. 2014, 84, 78-86. doi: 1888 
10.1016/j.plaphy.2014.08.027. 1889 
141. Hejl, A.M.; Koster, K.L. Juglone disrupts root plasma membrane HC-ATPase activity and impairs water 1890 
uptake, root respiration, and growth in soybean (Glycine max) and corn (Zea mays). Journal of Chemical 1891 
Ecology 2004, 30, 453-471. 1892 
142. Catanzaro, E.; Greco, G.; Potenza, L.; Calcabrini, C.; Fimognari, C. Natural products to fight cancer: a focus 1893 
on Juglans regia. Toxins 2018, 10, 469. doi: 10.3390/toxins10110469.  1894 
143. Coder K.D. Black Walnut Allelopathy: Tree Chemical Warfare 2017. 1895 
Molecules 2019, 24, x FOR PEER REVIEW 47 of 57 
 
144. Colaric, M.; Veberic, R.; Solar, A.; Hudina, M.; Stampar, F. Phenolic acids, syringaldehyde, and juglone in 1896 
fruits of different cultivars of Juglans regia L. J. Agric. Food Chem., 2005, 53, 6390–6396. doi: 1897 
10.1021/jf050721n. 1898 
145. Thakur, A.; Cahalan, C. Geographical variation of Juglans regia L. in juglone content: Rapid analysis using 1899 
micro plate reader. Curr. Sci. 2011, 100, 1483–5. 1900 
146. Solar, A.; Colaric, M.; Usenik, V.; Stampar, F. Seasonal variations of selected flavonoids, phenolic acids and 1901 
quinones in annual shoots of common walnut (Juglans regia L.). Plant Sci. 2006, 170, 453–461. 1902 
147. Cosmulescu, S.; Trandafir, I.; Nour V. Seasonal variation of the main individual phenolics and juglone in 1903 
walnut (Juglans regia) leaves. Pharm. Biol. 2014, 52, 575-80. doi: 10.3109/13880209.2013.853813.  1904 
148. Funk, D.T.; Case, P.J.; Rietveld, W.J.; Phares, R.E. Effects of juglone on the growth of coniferous seedlings. 1905 
Forest Science 1979, 25, 452–454. doi: 10.1093/forestscience/25.3.452. 1906 
149. Kessler, C.T. Effect of juglone on freshwater algal growth. Journal of Chemical Ecology 1989, 152, 127–2134. 1907 
150. Jose, S.; Gillespie, A.R. Allelopathy in black walnut (Juglans nigra L.) alley cropping. II. Effects of juglone on 1908 
hydroponically grown corn (Zea mays L.) and soybean (Glycine max L. Merr.) growth and physiology. Plant 1909 
Soil 1998, 203, 199–206. doi: 10.1023/A:1004353326835.  1910 
151. Terzi, I.; Kocaçalişkan, I.; Benlioğlu, O.; Solak, K. Effects of juglone on growth of cucumber seedlings with 1911 
respect to physiological and anatomical parameters. Acta Physiol. Plant 2003, 25, 353. doi: 1912 
10.1007/s11738-003-0016-1. 1913 
152. Bohm, P.A.F.; Bohm, F.; Ferrarese, M.L.L.; Salvador, V.H.; Soares, A.R.; Ferrarese, O. Effects of juglone on 1914 
soybean root growth and induction of lignification. Allelopathy J. 2010, 25, 465e474.  1915 
153. Klotz, L.O.; Hou, X. Jacob, C. 1,4-Naphthoquinones: from oxidative damage to cellular and inter-cellular 1916 
signaling. Molecules 2014, 19, 14902–14918. doi: 10.3390/molecules190914902. 1917 
154. Sytykiewicz, H. Expression patterns of glutathione transferase gene (GstI) in maize seedlings under 1918 
juglone-induced oxidative stress. Int. J. Mol. Sci. 2011, 12, 7982e7995. doi: 10.3390/ijms12117982. 1919 
155. Chi, W.-C.; Fu, S.-F.; Huang, T.-L.; Chen, Y.-A.; Chen, C.-C.; Huang, H.-J. Identification of transcriptome 1920 
profiles and signaling pathways for the allelochemical juglone in rice roots. Plant. Mol. Biol. 2011, 7, 1921 
591–607 doi: 10.1007/s11103-011-9841-6. 1922 
156. Chen, S.-Y.; Chi, W.-C.; Trinh, N.N.; Cheng, K.-T.; Chen, Y.-A.; Lin, T.C.; Yu-Chi Lin, Y.-C.; Li-Yao Huang, 1923 
L.-Y.; Huang, H.-J.; Chiang, T.-Y. Alleviation of allelochemical juglone-induced phytotoxicity in tobacco 1924 
plants by proline. Journal of Plant Interactions 2015, 10, 167–172. doi: 10.1080/17429145.2015.1045946/. 1925 
157. Kurtyka, R.; Pokora, W.; Tukaj, Z.; Karcz, W. Effects of juglone and lawsone on oxidative stress in maize 1926 
coleoptile cells treated with IAA. AoB Plants 2016, 8, plw073. doi: 10.1093/aobpla/plw073. 1927 
158. Sytykiewicz, H.; Kozak, A.; Leszczyński, B.; Sempruch, C.: Łukasik, I.; Sprawka, I.; Kmieć, K.; Kurowska, 1928 
M.; Kopczyńska, A.; Czerniewicz, P. Transcriptional profiling of catalase genes in juglone-treated seeds of 1929 
maize (Zea mays L.) and wheat (Triticum aestivum L.). Acta Biol Hung. 2018, 69, 449-463. doi: 1930 
10.1556/018.69.2018.4.7. 1931 
159. Topal, S.; Kocacaliskan, I.; Arslan, O.; Tel, A.Z. Herbicidal effects of juglone as an allelochemical. Phyton; 1932 
annales rei botanicae 2007, 46, 259-269. 1933 
160. Schmidt, S.K. Degradation of juglone by soil bacteria. J. Chem. Ecol. 1988, 14, 1561-1571. doi: 1934 
10.1007/BF01012522. 1935 
161. von Kiparski, G.R.; Lee, L.S.; Gillespie, A.R. Occurrence and fate of the phytotoxin juglone in alley soils 1936 
under black walnut trees. J Environ Qual. 2007, 36, 709-17. doi: 10.2134/jeq2006.0231. 1937 
Molecules 2019, 24, x FOR PEER REVIEW 48 of 57 
 
162. Strugstad, M.P.; Despotovski, S. A summary of extraction, synthesis, properties, and potential uses of 1938 
juglone: a literature review. Journal of Ecosystems and Management 2012, 13, 1–16. 1939 
163. Yang, L.; Wang, P.; Kong, C. Effect of larch (Larix gmelini Rupr.) root exudates on Manchurian walnut 1940 
(Juglans mandshurica Maxim.) growth and soil juglone in a mixed-species plantation. Plant and soil 2010, 1941 
329, 249–258. doi: 10.1007/s11104-009-0149-0. 1942 
164. Salahuddin, Rewald, B.; Razaq, M.; Lixue, Y.; Li, J.; Khan, F.; Jie, Z. Root order-based traits of Manchurian 1943 
walnut & larch and their plasticity under interspecific competition. Sci. Rep. 2018, 8, 9815. doi: 1944 
10.1038/s41598-018-27832-0. 1945 
165. Nguyen, B.C.Q.; Tawata, S. The chemistry and biological activities of mimosine: a review. Phytother. Res. 1946 
2016, 30, 1230–1242. doi: 10.1002/ptr.5636. 1947 
166. Bickel, A.F. On the structure of leucaenine (leucaenol) from Leucaena glauca Bentham. I. J. Am. Chem. Soc. 1948 
1947, 69, 1801–1803. doi: 10.1021/ja01199a066. 1949 
167. Xuan, T.D.; Tawata, S.; Khanh, T.D. Herbicidal activity of mimosine and its derivatives. In: Price A.J.K., 1950 
Jessica A., editors. Herbicides—Advances in Research. InTech; Rijeka, Croatia: 2013, 299–312. doi: 1951 
10.5772/55845. 1952 
168. Gilbert, D.; Neilson, A.; Miyazawa, H.; Depamphilis, M.L.; Burhans, W.C. Mimosine arrests DNA synthesis 1953 
at replication forks by inhibiting deoxyribonucleotide metabolism. Journal of Biological Chemistry 1995, 270, 1954 
95957-9606. doi: 10.1074/jbc.270.16.9597. 1955 
169. Dong, Z.; Zhang, J. T. EIF3 p 170, a mediator of mimosine effect on protein synthesis and cell cycle 1956 
progression. Molecular Biology of the Cell, 2003, 14, 3942–3951. 1957 
170. Prasad, M. N. V.; Subhashini, P. Mimosine inhibited seed germination, seedling growth, and enzymes of 1958 
Oryza sativa L. J. Chem. Ecol. 1994, 20, 1689-1696. doi: 10.1007/BF02059890. 1959 
171. Xuan, T.D.; Elzaawely, A.A.; Deba, F.; Fukuta, M.; Tawata S. Mimosine in Leucaena as a potent 1960 
bio-herbicide. Agron. Sustain. Dev. 2006, 26, 89–97. doi: 10.1051/agro:2006001. 1961 
172. Williams, R.D.; Hoagland R.E. Phytotoxicity of mimosine and albizziine on seed germination and seedling 1962 
growth of crops and weeds. Allelopathy Journal 2007, 19, 423-430. 1963 
173. Andrade, A.B.; Ferrarese, A.F.; Teixeira, A.F.; Ferrarese-Filho, O. Mimosine-inhibited soybean (Glycine max) 1964 
root growth, lignification and related enzymes. Allelopathy Journal 2008, 21, 133-143. 1965 
174. Yeung, P.K.K.; Wong, F.T.W.; Wong, J.T.W. Mimosine, the allelochemical from the leguminous tree 1966 
Leucaena leucocephala, selectively enhances cell proliferation in dinoflagellates. Applied and Environmental 1967 
Microbiology 2002, 68, 5160–5163. doi: 10.1128/AEM.68.10.5160–5163.2002. 1968 
175. Ogita, S.; Kato, M.; Watanabe, S.; Ashihara, H. The Co-occurrence of two pyridine alkaloids, mimosine 1969 
and trigonelline, in Leucaena leucocephala. Z. Naturforsch. 2014, 69, 124-132. doi: 10.5560/ZNC.2013-0137. 1970 
176. Chou, C.-H.; Kuo, Y.-L. Allelopathic research of subtropical vegetation in Taiwan. III. Allelopathic 1971 
exclusion of understory by Leucaena leucocephala (Lam.) de Wit. J. Chem. Ecol. 1986, 12, 1431-48. doi: 1972 
10.1007/BF01012362. 1973 
177. Lalitha, K.; Vargheese, C.M.; Balasubramanian, N. Spectrophotometric determination of mimosine and 1974 
3-hydroxy-4 (1H)-pyridone – the toxic principles of Leucaena leucocephala. Anal. Biochem. 1993, 213, 57–62. 1975 
doi: 10.1006/abio.1993.1385. 1976 
178. Singh, H.P.; Kohli, R.K.; Batish, D.R.; Kaushal, P.S. Allelopathy of gymnospermous trees. Journal of Forest 1977 
Research 1999, 4, 245-254. doi: 10.1007/BF02762256. 1978 
Molecules 2019, 24, x FOR PEER REVIEW 49 of 57 
 
179. Einhellig, F.A. Chapter 11. Mode of Allelochemical Action of Phenolic Compounds. In: Macías FA, Galindo 1979 
JCG, Molinillo JMG, Cutler HG (eds) Allelopathy: Chemistry and mode of action of allelochemicals. CRC 1980 
Press, Boca Raton, Florida. 2004, 217–238. 1981 
180. Souza-Alonso, P.; González, L.; Cavaleiro, C. Ambient has become strained. Identification of Acacia 1982 
dealbata Link volatiles interfering with germination and early growth of native species. J. Chem. Ecol. 2014, 1983 
40, 1051–1061. doi: 10.1007/s10886-014-0498-x. 1984 
181. Ayeb-Zakhama, A.; Sakka-Rouis, L.; Bergaoui, A.; Flamini, G.; Jannet, H.B.; Harzallah-Skhiri, F. Chemical 1985 
composition and allelopathic potential of essential oils obtained from Acacia cyanophylla Lindl. cultivated 1986 
in Tunisia. Chem. Biodivers. 2015, 12, 615-626. doi: 10.1002/cbdv.201400184. 1987 
182. Souza-Alonso, P.; González, L.; López-Nogueira, A.; Cavaleiro, C.; Pedrol, N. Volatile organic compounds 1988 
of Acacia longifolia and their effects on germination and early growth of species from invaded habitats. 1989 
Chemistry and Ecology 2018, 34, 126–145. doi: 10.1080/02757540.2017.1404584. 1990 
183. Leicach, S.R.; Grass, M.A.Y.; Chludil, H.D.; Garau, A.M.; Guarnaschelli, A.B.; Fernandez, P.C. Chemical 1991 
defenses in Eucalyptus species: a sustainable strategy based on antique knowledge to diminish 1992 
agrochemical dependency. ///doi: 10.5772/35063. 1993 
184. Zhang, C.; Fu, S. Allelopathic effects of leaf litter and live roots exudates of Eucalyptus species on crops. 1994 
Allelopathy Journal 2010, 26, 91-100.  1995 
185. Barbosa, L.C.A., Filomeno, C.A., Teixeira, R.R. Chemical variability and biological activities of Eucalyptus 1996 
spp. essential oils. Molecules 2016, 21, 1671. doi: 10.3390/molecules21121671. 1997 
186. Qiu, X.; Yu, S.; Wang, Y.; Fang, B.; Cai, C.; Liu, S. Identification and allelopathic effects of 1,8-cineole from 1998 
Eucalyptus urophylla on lettuce. Allelopathy Journal 2010, 26, 255-264.  1999 
187. Kaur, S.; Singh, H. P.; Rani, D.; Batish, D.R.; Kohli, R.K. Chemical characterization and allelopathic 2000 
potential of volatile oil of Eucalyptus tereticornis against Amaranthus viridis. Journal of Plant Interactions 2001 
2011, 6, 297-302. doi: 10.1080/17429145.2010.539709. 2002 
188. Wu, H.; Zhang, J.; Stanton, R.; An, M.; Liu, D. L.; Lemerle, D. Allelopathic effects of Eucalyptus dundasii on 2003 
germinationand growth of ryegrass and barley grass. Allelopathy Journal 2011, 28, 87-94.  2004 
189. Ghnaya, A.D.; Hanana, M.; Amri, I.; Balti, H.; Gargouri, S.; Jamoussi, B.; Hamrouni L. Chemical 2005 
composition of Eucalyptus erythrocorys essential oils and evaluation of their herbicidal and antifungal 2006 
activities. J. Pest. Sci. 2013.///doi: 10.1007/s10340-013-0501-2. 2007 
190. Jaime, M.D.I.; Ferrer, M.A.B. Post-emergent herbicidal activity of Eucalyptus globulus Labill. essential oil. 2008 
Nereis 2018, 10, 25-36.  2009 
191. Setia, N.; Batish, D.R.; Singh, H.P.; Kohli, R.K. Phytotoxicity of volatile oil from Eucalyptus citriodora 2010 
against some weedy species. Journal of Environmental Biology 2007, 28, 63-66.  2011 
192. Singh, H.P.; Batish, D.R.; Setia, N.; Kohli, R.K. Herbicidal activity of volatile oils from Eucalyptus citriodora 2012 
against Parthenium hysterophorus. Annals of Applied Biology 2005, 146, 89-94. doi: 2013 
10.1111/j.1744-7348.2005.04018.x. 2014 
193. Benchaa, S.; Hazzit, M.; Abdelkrim, H. Allelopathic effect of Eucalyptus citriodora essential oil and its 2015 
potential use as bioherbicide Chem. Biodiversity 2018, 15, e1800202. doi: 10.1002/cbdv.201800202. 2016 
194. Batish, D.R.; Setia, N.; Singh, H.P.; Kohli, R.K. Phytotoxicity of lemon-scented eucalypt oil and its potential 2017 
use as a bioherbicide. Crop Protection 2004, 23, 1209-1214. doi: 10.1016/j.cropro.2004.05.009. 2018 
195. Singh, H.P.; Batish, D.R.; Kaur, S.; Ramezani, H.; Kohli, R.K. Comparative phytotoxicity of four 2019 
monoterpenes against Cassia occidentalis. Ann. Appl. Biol. 2002, 141, 111–116. doi: 2020 
10.1111/j.1744-7348.2002.tb00202.x. 2021 
Molecules 2019, 24, x FOR PEER REVIEW 50 of 57 
 
196. Batish, D.R.; Singh, H.P.; Nidhi, S.; Kohli, R.K.; Shalinder, K.; Yadav, S.S. Alternative control of littleseed 2022 
canary grass using eucalypt oil. Agronomy for Sustainable Development 2007, 27, 171-177. doi: 2023 
10.1051/agro:2007008. 2024 
197. Romagni, J.G.; Allen, S.N.; Dayan, F.E. Allelopathic effects of volatile cineoles on two weedy plant species. 2025 
J. Chem. Ecol. 2000, 26, 303–313. doi: 10.1023/A:1005414216848. 2026 
198. Zhang, J.; An, M.; Wu, H.; Liu, D.L.; Stanton, R. Chemical composition of essential oils of four Eucalyptus 2027 
species and their phytotoxicity on silver leaf nightshade (Solanum elaeagnifolium Cav.) in Australia. Plant 2028 
Growth Regul. 2012, 68, 231-237. doi: 10.1007/s10725-012-9711-5. 2029 
199. Singh, H.P.; Batish, D.R.; Shalinder, K.; Komal, A.; Kohli, R.K. α-Pinene inhibits growth and induces 2030 
oxidative stress in roots. Annals of Botany 2006, 98, 1261-1269. doi: 10.1093/aob/mcl213. 2031 
200. Batish, D.R.; Singh, H.P.; Nidhi, S.; Shalinder, K.; Kohli, R.K. Chemical composition and phytotoxicity of 2032 
volatile essential oil from intact and fallen leaves of Eucalyptus citriodora. Zeitschrift fur Naturforschung 2033 
2006, 61, 465-471. doi: 10.1515/znc-2006-7-801. 2034 
201. Singh, I.P.; Batish, D.R.; Kaur, S.; Kohli, R.K.; Arora, K. Phytotoxicity of the volatile monoterpene citronellal 2035 
against some weeds. Zeitschrift fur Naturforschung C: A Journal of Biosciences 2006, 61c, 334-340. doi: 2036 
10.1515/znc-2006-5-606. · 2037 
202. Areco, V.A.; Figueroa, S.; Cosa, M.T.; Dambolena, J.S.; Zygadlo, J.A.; Zunino, M.P. Effect of pinene isomers 2038 
on germination and growth of maize. Biochemical Systematics and Ecology 2014, 55, 27-33. doi: 2039 
10.1016/j.bse.2014.02.013. 2040 
203. del Moral, R.; Muller, C.H. The allelopathic effects of Eucalyptus camaldulensis. American Midland Naturalist, 2041 
1970, 83, 254-282. doi: 10.2307/2424020. 2042 
204. Souto, X.C.; Gonzalez, L.; Reigosa, M.J. Comparative-analysis of allelopathic effects produced by 4 forestry 2043 
species during decomposition process in their soils in Galicia (NW Spain). J. Chem. Ecol. 1994, 20, 2044 
3005-3015. doi: 10.1007/BF02098405. 2045 
205. Sasikumar, K.; Vijayalakshmi, C.; Parthiban, K.T. Allelopathic effects of Eucalyptus on blackgram (Phaseolus 2046 
mungo L.). Allelopathy J. 2002, 9, 205-214. 2047 
206. Grichi, A.; Nasr, Z.; Khouja, M.L. Identification and phytotoxicity of phenolic compounds in Eucalyptus 2048 
camaldulensis. Allelopathy J. 2018, 44. 75-88. doi: 10.26651/allelo.j./2018-44-1-1155. 2049 
207. Zhang, J.; An, M.; Wu, H.; Liu, D.L.; Stanton, R. Phytotoxic activity and chemical composition of aqueous 2050 
volatile fractions from Eucalyptus species. PLoS ONE 2014, 9, e93189. doi: 10.1371/journal.pone.0093189. 2051 
208. Ieri, F.; Cecchi, L.; Giannini, E.; Clemente, C.; Romani, A. GC-MS and HS-SPME-GC_GC-TOFMS 2052 
determination of the volatile composition of essential oils and hydrosols (by-products) from four 2053 
Eucalyptus species cultivated in Tuscany. Molecules 2019, 24, 226. doi: 10.3390/molecules24020226. 2054 
209. He, H.; Song, Q.; Wang, Y.; Yu, S. Phytotoxic effects of volatile organic compounds in soil water taken 2055 
from a Eucalyptus urophylla plantation. Plant Soil 2014, 377, 203–215. doi: 10.1007/s11104-013-1989-1. 2056 
210. Wang, C.Z.; Zhang, D.J.; Zhang, J.; Ji, T.W.; Tang, Z.Q.; Zhao, Y.Y. Allelopathic effects of volatile 2057 
compounds from Eucalyptus grandis on Vigna radiata, Raphanus sativus and Lactuca sativa. Allelopathy 2058 
Journal 2015, 36, 273-282.  2059 
211. Becerra, P.I.; Catford, J.A.; Inderjit; McLeod M.L.; Andonian, K.; Erik, T.; Aschehoug, E. T.; Montesinos, D.; 2060 
Callaway, R.M. Inhibitory effects of Eucalyptus globulus on understorey plant growth and species richness 2061 
are greater in non-native regions. Global Ecol Biogeogr. 2017, 1–9. doi: 10.1111/geb.12676. 2062 
212. Kato-Noguchi, H.; Fushimi, Y.; Shigemori, H. An allelopathic substance in red pine needles (Pinus 2063 
densiflora). J. Plant Physiol. 2009, 166, 442-446. doi: 10.1016/j.jplph.2008.06.012. 2064 
Molecules 2019, 24, x FOR PEER REVIEW 51 of 57 
 
213. Anwar, T.; Ilyas, N.; Qureshi, R.; Munazir, M.; Rahim, B. Z.; Qureshi, H.; Kousar, R.; Maqsood, M.; Abbas, 2065 
Q.; Bhatti, M. I.; Panni, M. K. Allelopathic potential of Pinus roxburghii needles against selected weeds of 2066 
wheat crop. Applied Ecology And Environmental Research 2019, 17, 1717-1739. doi: 2067 
http://dx.doi.org/10.15666/aeer/1702_17171739. 2068 
214. Gallet, C. Allelopathic potential in bilberry-spruce forests: influence of phenolic compounds on Spruce 2069 
seedlings. Journal of Chemical Ecology 1994, 20, 211-218. 2070 
215. Yang, L.; Ruan, X.; Jiang, D.; Zhang, J.; Pan, C.; Wang, Q. Physiological effects of autotoxicity due to 2071 
DHAP stress on Picea schrenkiana regeneration. PLoS ONE 2017, 12, e0177047. doi: 2072 
10.1371/journal.pone.0177047. 2073 
216. Bi, J.; Blanco, J. A.; Seely, B.; Kimmins, J. P.; Ding, Y.; Welham, C. Yield decline in Chinese-fir plantations: A 2074 
simulation investigation with implications for model complexity. Can. J. Forest Res. 2007, 37, 1615–630. doi: 2075 
10.1139/X07-018. 2076 
217. Xia, Z.-C.; Kong, C.-H.; Chen, L.-C.; Wang, P.; Wang, S.-L. A broadleaf species enhances an autotoxic 2077 
conifers growth through belowground chemical interactions. Ecology 2016, 97, 2283–2292. 2078 
218. Daglish, C. The isolation and identification of a hydrojuglone glycoside occurring in the walnut. Biochemical 2079 
J. 1950, 47, 452-457. doi: 10.1042/bj0470452. 2080 
219. Widhalm, J.R.; Rhodes, D. Biosynthesis and molecular actions of specialized 1,4-naphthoquinone natural 2081 
products produced by horticultural plants. Horticulture Research 2016, 3, 16046. doi: 2082 
10.1038/hortres.2016.46. 2083 
220. Müller, W.; Leistner, E. 1,4-Naphthoquinone, an intermediate in juglone (5-hydroxy-1,4-naphthoquinone) 2084 
biosynthesis. Phytochemistry 1976, 15, 407–410. 2085 
221. McCoy, R.M.; Utturkar, S.M.; Joseph W. Crook, J.W.; Thimmapuram, J.; Widhalm, J.R.The origin and 2086 
biosynthesis of the naphthalenoid moiety of juglone in black walnut. Horticulture Research 2018, 5, 67. doi: 2087 
10.1038/s41438-018-0067-5. 2088 
222. Vestena, S.; Fett-Neto, A.G.; Duarte, R.C.; Ferreira, A.G. Regulation of mimosine accumulation in Leucaena 2089 
leucocephala seedlings. Plant Science 2001, 161, 597–604. doi: 10.1016/S0168-9452(01)00448-4. 2090 
223. Yafuso, J.T.; Negi, V.S.; Bingham, J.-P.; Borthakur, D. An O-acetylserine (thiol) lyase from Leucaena 2091 
leucocephala is a cysteine synthase but not a mimosine synthase. Appl. Biochem. Biotechnol. 2014, 173, 2092 
1157–1168. doi: 10.1007/s12010-014-0917-z. 2093 
224. Harun-Ur-Rashid, M.; Iwasaki, H.; Oogai, S.; Fukuta, M.; Parveen, S.; Hossain, M.A.; Anai, T.; Oku, H. 2094 
Molecular characterization of cytosolic cysteine synthase in Mimosa pudica. Journal of Plant Research 2018, 2095 
131, 319–329. doi: 10.1007/s10265-017-0986-5. 2096 
225. Harun-Ur-Rashid, M.; Iwasaki, H.; Parveen, S.; Oogai, S.; Fukuta, M.; Hossain, M.A.; Anai, T.; Oku, H. 2097 
Cytosolic cysteine synthase switch cysteine and mimosine production in Leucaena leucocephala. Appl. 2098 
Biochem. Biotechnol. 2018, 186, 613–632.  doi: 10.1007/s12010-018-2745-z. 2099 
226. Negi, V.S.; Bingham, J.-P.; Li, Q.X.; Borthakur, D. A carbon-nitrogen lyase from Leucaena leucocephala 2100 
catalyzes the first step of mimosine degradation. Plant Physiology 2014, 164, 922–934. doi: 2101 
10.1104/pp.113.230870. 2102 
227. Tangendjaja, B.; Lowry, J.B.; Wills, R.B.H. Isolation of a mimosine degrading enzyme from Leucaena leaf. J. 2103 
Sci. Food Agric. 1986, 37, 523–526. doi: 10.1002/jsfa.2740370603. 2104 
228. Rodrigues-Corrêa, K.C.D.S.; Honda, M.D.H.; Borthakur, D.; Fett-Neto, A.G. Mimosine accumulation in 2105 
Leucaena leucocephala in response to stress signaling molecules and acute UV exposure. Plant Physiol 2106 
Biochem. 2019, 135, 432-440. doi: 10.1016/j.plaphy.2018.11.018.  2107 
Molecules 2019, 24, x FOR PEER REVIEW 52 of 57 
 
229. Xu, Y.; Tao, Z.; Jin, Y.; Chen, S.; Zhou, Z.; Gong, A.G.W.; Yuan, Y.; Dong, T.T.X.; Tsim, K.W.K. 2108 
Jasmonate-elicited stress induces metabolic change in the leaves of Leucaena leucocephala. Molecules 2018, 2109 
232, 188. doi: 10.3390/molecules23020188. 2110 
230. Cheng, A.; Lou, Y.; Mao, Y.; Lu, S.; Wang, L.; Chen, X. Plant terpenoids: biosynthesis and ecological 2111 
functions. J. Int. Plant Biol. 2007, 49, 179-186. doi: 10.1111/j.1744-7909.2007.00395.x 2112 
231. Andrew, R.L.; Kesze, A.; Foley, W.J. Intensive sampling identifies previously unknown chemotypes, 2113 
population divergence and biosynthetic connections among terpenoids in Eucalyptus tricarpa. 2114 
Phytochemistry 2013, 94, 148-158. 2115 
232. Chen, F.; Thol,l D.; Bohlmann, J.; Pichersky, E. The family of terpene synthases in plants: a mid-size family 2116 
of genes for specialized metabolism that is highly diversified throughout the kingdom. Plant J. 2011, 66, 2117 
212–29. doi: 10.1111/j.1365-313X.2011.04520.x. 2118 
233. Hofberger, J.A.; Ramirez, A.M.; Bergh, E.; Zhu, X.; Bouwmeester, H.J.; Schuurink, R.C. et al. Large-scale 2119 
evolutionary analysis of genes and supergene clusters from terpenoid modular pathways provides 2120 
insights into metabolic diversification in flowering plants. PLoS ONE 2015, 10, e0128808.  doi: 2121 
10.1371/journal.pone.0128808 2122 
234. Külheim, C.; Padovan, A.; Hefer, C.; Krause S.T.; Köllner T. G.; Myburg, A.A.; Degenhardt J.; Foley, W.J. 2123 
The eucalyptus terpene synthase gene family. BMC Genomics 2015, 16, 450. doi: 2124 
10.1186/s12864-015-1598-x. 2125 
235. Guo, L.; Qiu, J.; Li, L.-F.; Lu, B.; Olsen, K.; Fan, L. Genomic clues for crop–weed interactions and evolution. 2126 
Trends in Plant Science 2018, 23, 1102-1115. doi: 10.1016/j.tplants.2018.09.009. 2127 
236. Takos, A.M.; Rook, F. Why biosynthetic genes for chemical defense compounds cluster. Trends Plant Sci. 2128 
2012, 17, 383–388. doi: 10.1016/j.tplants.2012.04.004. 2129 
237. Guo, Q.; Lu, N.; Luo, Z.; Sun, Y.; Jin, S.; Wang, S.; Guo, Z.; Li, F.; Chen, S.; Zhang, W.; Ji, Q.; Li, Y. An 2130 
assessment of the environmental impacts of transgenic triploid Populus tomentosa in field condition. Forests 2131 
2018, 9, 482. doi: 10.3390/f9080482. 2132 
238. Chen, C.; Zheng, Y.; Zhong, Y.; Wu, Y.; Li, Z.; Xu, L.-A.; Xu M. Transcriptome analysis and identification 2133 
of genes related to terpenoid biosynthesis in Cinnamomum camphora. BMC Genomics. 2018, 19, 550. 2134 
https://doi.org/10.1186/s12864-018-4941-1 2135 
239. Mao, J.; He, Z.; Hao, J.; Liu, T.; Chen, J.; Huang, S. Identification, expression, and phylogenetic analyses of 2136 
terpenoid biosynthesis-related genes in secondary xylem of loblolly pine (Pinus taeda L.) based on 2137 
transcriptome analyses. PeerJ. 2019, 7, e6124  doi: 10.7717/peerj.6124 2138 
240. Guo, X.; Cui, M.; Deng, M.; Liu, X.; Huang, X.; Zhang, X.; Luo, L. Molecular differentiation of five 2139 
Cinnamomum camphora chemotypes using desorption atmospheric pressure chemical ionization mass 2140 
spectrometry of raw leaves. Sci. Rep. 2017, 7, 46579.  doi: 10.1038/srep46579. 2141 
241. Oerke, E.-C. Crop losses to pests. J. Agric. Sci. 2006, 144, 31-43. doi: 10.1017/S0021859605005708. 2142 
242. Swanton, C.J.; Nkoa, R.; Blackshaw, R.E. Experimental methods for crop-weed competition studies. Weed 2143 
Sci. 2015, 63, 2–11. doi: 10.1614/ WS-D-13-00062.1 2144 
243. FAO. 2019. Available at http://www.fao.org/faostat/en/#home (accessed 11 March 2019). 2145 
244. Dayan, F.E.; Duke, S.O. Natural Compounds as Next-Generation Herbicides. Plant Physiology 2014, 166, 2146 
1090–1105. doi: 10.1104/pp.114.239061. 2147 
245. Cantrell, C.L.; Dayan, F.E.; Duke, S.O. Natural products as sources for new pesticides. J. Nat. Prod. 2012, 75, 2148 
1231–1242. doi: 10.1021/np300024u. 2149 
Molecules 2019, 24, x FOR PEER REVIEW 53 of 57 
 
246. Saha, D.; Marble, S.C.; Pearson, B.J. Allelopathic effects of common landscape and nursery mulch 2150 
materials on weed control. Front. Plant Sci., 2018, 9, 733. doi: 10.3389/fpls.2018.00733. 2151 
247. De Feo, V.; Mancini, E.; Voto, E.; Curini, M.; Digilio, M. Bioassayoriented isolation of an insecticide from 2152 
Ailanthus altissima. J. Plant Interact. 2009, 4, 119–123. doi: 10.1080/17429140802503343. 2153 
248. Farooq, M.; Bajwa, A.A.; Cheema, S.A.; Cheema, Z.A. Application of allelopathy in crop production. Int. J. 2154 
Agric. Biol. 2013, 15, 1367‒1378. 2155 
249. Farooq, M.; Jabran, K.; Cheema, Z.A.; Wahid, A.; Siddique, K.H.M. The role of allelopathy in agricultural 2156 
pest management. Pest. Manag. Sci. 2011; 67, 493–506. doi: 10.1002/ps.2091. 2157 
250. Dudai, N.; Poljakoff-Mayber, A.; Mayer, A.M.; Putievsky, E.; Lerner, H.R. Essential oils as allelochemicals 2158 
and their potential use as bioherbicides. Journal of Chemical Ecology 1999, 25, 1079-1089. doi: 2159 
10.1023/A:1020881825669. 2160 
251. Dayan, F.E.; Cantrell, C.L.; Duke, S.O. Natural products in crop protection. Bioorganic & Medicinal Chemistry 2161 
2009, 17, 4022–4034. doi: 10.1016/j.bmc.2009.01.046. 2162 
252. Brophy, J.J.; Davies, N.W.; Southwell, I.A.; Stiff, I.A.; Williams, L.R. Gas chromatographic quality control 2163 
for oil of Melaleuca terpinen-4-ol type (Australian tea tree). J. Agric. Food Chem., 1989, 37, 1330–1335. doi: 2164 
10.1021/jf00089a027 2165 
253. Vaughn, S.F.; Spencer, G.F. Synthesis and herbicidal activity of modified monoterpenes structurally 2166 
similar to cinmethylin. Weed Science 1996, 44, 7-11. 2167 
254. Jones, R.G. Cinmethylin – a new herbicide developed for use in rice. In: Grayson B.T., Green M.B., Copping 2168 
L.G. (Eds) Pest management in rice. Springer, Dordrecht, 1990, 349-357. doi: 10.1007/978-94-009-0775-1_28. 2169 
255. Owens, D.K., Nanayakkara, N.P., and Dayan, F.E. In planta mechanism of action of leptospermone: impact 2170 
of its physico-chemical properties on uptake, translocation, and metabolism. Journal of Chemical Ecology 2171 
2013, 39, 262-270. doi: 10.1007/s10886-013-0237-8. 2172 
256. Duke, S.O. Why have no new herbicide modes of action appeared in recent years? Pest. Manag. Sci. 2012, 68, 2173 
505–512. doi: 10.1002/ps.2333. 2174 
257. Soltys, D.; Krasuska, U.; Bogatek, R.; Gniazdowska, A. Allelochemicals as Bioherbicides — Present and 2175 
Perspectives. 2013. doi: 10.5772/56185. 2176 
258. Duke, S.O.; Cantrell, C.L.; Meepagala, K.M.; Wedge, D.E.; Tabanca, N.; Kevin K. Schrader, K.R. Natural 2177 
toxins for use in pest management. Toxins 2010, 2, 1943-1962. doi: 10.3390/toxins2081943.  2178 
259. Ooka, J.K.; Owens, D.K. Allelopathy in tropical and subtropical species. Phytochem Rev. 2018, 17, 2179 
1225–1237. doi: 10.1007/s11101-018-9596-7. 2180 
260. Macias, F. A.; Galindo, J.C.G.; Molinillo, J.M.G.; Castellano, D.; Velasco, R.F.; Chinchilla, D. Developing 2181 
new herbicide models from allelochemicals. Pestic. Sci. 1999, 55, 633–675. doi: 2182 
10.1002/(SICI)1096-9063(199906)55:6<662::AID-PS3>3.0.CO;2-Q. 2183 
261. Barton, A.F.M.; Dell, B.; Knight, A.R. Herbicidal activity of cineole derivatives. J. Agric. Food Chem. 2010, 2184 
58, 10147–10155. doi: 10.1021/jf101827v. 2185 
262. Barton, A.F.M.; Clarke, B.R.; Dell, B.; Knight, A.R. Post-emergent herbicidal activity of cineole derivatives. 2186 
J. Pest. Sci. 2014, 87, 531–541. doi: 10.1007/s10340-014-0566-6. 2187 
263. Puig, C.G.; Reigosa, M.J.; Valentão, P.; Andrade, P.B.; Pedrol, N. Unravelling the bioherbicide potential of 2188 
Eucalyptus globulus Labill: Biochemistry and effects of its aqueous extract. PLoS ONE 2018, 13, e0192872. 2189 
doi: 10.1371/journal.pone.0192872. 2190 
264. Isman, M. B. Botanical insecticides, deterrents, and repellents in modern agriculture and an increasingly 2191 
regulated world. Annu. Rev. Entomol. 2006, 51, 45–66. doi: 10.1146/annurev.ento.51.110104.151146. 2192 
Molecules 2019, 24, x FOR PEER REVIEW 54 of 57 
 
265. Lima, D.B.; Melo, J.W.S.; Guedes, N.M.P.; Gontijo, L.M.; Guedes, R.N.C.; Gondim Jr, M.G.C. 2193 
Bioinsecticide-predator interactions: azadirachtin behavioral and reproductive impairment of the coconut 2194 
mite predator Neoseiulus baraki. PLoS One 2015, 10, e0118343. doi: 0.1371/journal.pone.0118343. 2195 
266. McKenzie, N.; Helson,B.; Thompson,D.; Otis,C.; McFarlane, J.; Buscarini,T.; Meating, J. Azadirachtin: an 2196 
effective systemic insecticide for control of Agrilus planipennis (Coleoptera: Buprestidae). J. Econ. Entomol. 2197 
2010, 103, 708–717. doi: 10.1603/EC09305. 2198 
267. Grimalt, S.; Thompson, D.; Chartrand, D.; McFarlane, J.; Helson, B.; Lyons, B.; Meating, J.; Scarr, T. Foliar 2199 
residue dynamics of azadirachtins following direct stem injection into white and green ash trees for 2200 
control of emerald ash borer. Pest Manage. Sci. 2011, 67, 1277-84. doi: 10.1002/ps.2183.  2201 
268. Kreutzweiser, D.; Thompson, D.; Grimalt, S.; Chartrand, D.; Good, K.; Scarr, T. Environmental safety to 2202 
decomposer invertebrates of azadirachtin (neem) as a systemic insecticide in trees to control emerald ash borer. 2203 
Ecotoxicol. Environ. Saf. 2011, 74, 1734-1741. doi: 10.1016/j.ecoenv.2011.04.021.  2204 
269. Koul, O., Wahab, S. Neem: today and in the New Millennium. New York, NY: Kluwer Academic 2205 
Publishers, Springer. 2004. 2206 
270. Sindhu, A.; Kumar, S.; Sindhu, G.; Ali, H.; Abdulla, M.K. Effect of neem (Azadirachta indica A. Juss) 2207 
leachates on germination and seedling growth of weeds. Allelopathy. J. 2005, 16, 329–334. 2208 
271. Cloyd, R.A.; Cycholl, N.L. Phytotoxicity of selected insecticides on greenhouse-grown herbs. Hortscience 2002, 37, 2209 
671–672. doi: 10.21273/HORTSCI.37.4.671. 2210 
272. Kulkarni, N.S.; Sawant, I.S.; Sawant, S.D.; Adsule, P.G. Bio-efficacy of neem formulations (azadirachtin 1% 2211 
and 5%) on important insect pests of grapes and their effect on shelf life. Acta Hortic. 2008, 785, 305-312. 2212 
doi: 10.17660/ActaHortic.2008.785.38  2213 
273. Batish, D.R.; Singh, H.P.; Kohli, R.K.; Kaur, S. Eucalyptus essential oil as a natural pesticide. For. Ecol. 2214 
Manag. 2008, 256, 2166-2174. doi: 10.1016/j.foreco.2008.08.008. 2215 
274. Lee M.Y. Essential oils as repellents against arthropods. Biomed. Res. Int. 2018, 6860271. doi: 2216 
10.1155/2018/6860271. 2217 
275. Maia, M.F.; Moore, S.J. Plant-based insect repellents: a review of their efficacy, development and testing. 2218 
Malaria Journal 2011, 10. doi: 10.1186%2f1475-2875-10-s1-s11.  2219 
276. Guo, S.; Geng, Z.; Zhang, W.; Liang, J.; Wang, C.; Deng, Z.; Du, S. The chemical composition of essential oils 2220 
from Cinnamomum camphora and their insecticidal activity against the stored product pests. Int. J. Mol. Sci. 2221 
2016, 17, 1836. doi: 10.3390/ijms17111836. 2222 
277. Chen, Y.; Dai, G.; Acaricidal activity of compounds from Cinnamomum camphora (L.) Presl against the 2223 
carmine spider mite, Tetranychus cinnabarinus. Pest Manag Sci. 2015, 71, 1561-1571. doi: 10.1002/ps.3961. 2224 
278. Jiang, H.; Wang, J.; Song, L.; Cao, X.; Yao, X.; Tang, F.; Yue, Y.D. GC×GC-TOFMS analysis of essential oils 2225 
composition from leaves, twigs and seeds of Cinnamomum camphora L. Presl and their insecticidal and 2226 
repellent activities. Molecules. 2016, 21, 423. doi: 10.3390/molecules21040423.  2227 
279. Satyal, P.; Paudel, P.; Poudel, A.; Dosoky, N.S.; Pokharel, K.K.; Setzer, W.N. Bioactivities and compositional 2228 
analyses of Cinnamomum essential oils from Nepal: C. camphora, C. tamala, and C. glaucescens. Nat. Prod. 2229 
Commun. 2013, 8, 1777-84. 2230 
280. Tsao, R.; Romanchuk, F.; Peterson, C.J.; Coats, J.R. Plant growth regulatory effect and insecticidal activity 2231 
of the extracts of the tree of heaven (Ailanthus altissima). BMC Ecol. 2002, 2. doi: 10.1186/1472-6785-2-1. 2232 
281 (265) 265. Ishaaya, I.; Hirashima, A.; Yablonski, S.; Tawata, S.; Eto. M. Mimosine, a nonprotein amino acid, 2233 
inhibits growth and enzyme systems in Tribolium castaneum. Pesticide Biochemistry and Physiology, 1991, 39, 2234 
35-42. https://doi.org/10.1016/0048-3575(91)90211-4 2235 
Molecules 2019, 24, x FOR PEER REVIEW 55 of 57 
 
282. Nguyen, B.C.Q.; Chompoo, J.; Tawata, S. Insecticidal and nematicidal activities of novel mimosine 2236 
derivatives. Molecules 2015, 20, 16741-16756. doi: 10.3390/molecules200916741. 2237 
283. Thiboldeaux, R.L.; Lindroth, R.L.; Tracy, J.W. Differential toxicity of juglone 2238 
(5-hydroxy-1,4-naphthoquinone) and related naphthoquinones to saturniid moths. J. Chem. Ecol. 1994, 20, 2239 
1631–1641. doi: 10.1007/BF02059885. 2240 
284. Sun, M.; Wang, Y.; Song, Z.; Fang, G. Insecticidal activities and active components of the alcohol extract 2241 
from green peel of Juglans mandshurica. J. Forestry Res. 2007, 18, 62–64. doi: 10.1007/s11676-007-0011-2. 2242 
285. Piskorski, R.; Ineichen, S.; Dorn, S. Ability of the oriental fruit moth Grapholita molesta (Lepidoptera: 2243 
Tortricidae) to detoxify juglone, the main secondary metabolite of the non-host plant walnut. J. Chem. Ecol. 2244 
2011, 37, 1110–1116. doi: 10.1007/s10886-011-0015-4. 2245 
286. Mitchell, M.J.; Smith, S.L. Effects of the chitin synthetase inhibitor plumbagin and its 2-demethyl derivative 2246 
juglone on insect ecdysone 20-monooxygenase activity. Experientia 1988, 44, 990–991. doi: 2247 
10.1007/BF01939896. 2248 
287. Magiri, E.N.: Konji, V.N.; Makawiti, D.W. et al. Effect of plant quinones on insect flight muscle 2249 
mitochondria. Int. J. Trop. Insect. Sci. 1995, 16, 183. doi: 10.1017/s1742758400017094. 2250 
288. Lv, S.T.; Du, W.X.; Bai, S.M.; Chen, G. Insecticidal effect of juglone and its disturbance analysis in metabolic 2251 
profiles of Aphis gossypii glover using 1H NMR-based metabonomics approach. Phytoparasitica 2018, 46, 2252 
521-531. doi: 10.1007/s12600-018-0682-6. 2253 
289. Hu, W.; Du, W.; Bai, S.; Lv, S.; Chen, G. Phenoloxidase, an effective bioactivity target for botanical 2254 
insecticide screening from green walnut husks. Natural Product Research 2018, 32, 2848–2851. doi: 2255 
10.1080/14786419.2017.1380015. 2256 
290. Ribeiro, K.A.L.; Carvalho, C.M.; Molina, M.T.; Lima, E.P.; Montero, E.L.; Reys, J.R.M.; Oliveira, M.B.F.; 2257 
Pinto, A.V.; Santana, A.E.G.; Goulart, M.O.F. Activities of naphthoquinones against Aedes aegypti 2258 
(Linnaeus, 1762) (Diptera:Culicidae), vector of dengue and Biomphalaria glabrata (Say, 1818), intermediate 2259 
host of Schistosoma mansoni. Acta Trop. 2009, 111, 44-50. doi: 10.1016/j.actatropica.2009.02.008.  2260 
291. Isman, M.B. Plant essential oils for pest and disease management. Crop Prot. 2000, 19, 603–608. doi: 2261 
10.1016/S0261-2194(00)00079-X. 2262 
292. Khanh, T.D.; Chung, I.M.; Tawata, S.; Xuan, T.D. Allelopathy for weed management in sustainable 2263 
agriculture. Health. 2007, 1:2. doi: 10.1079/PAVSNNR20072034. 2264 
293. Isman, M.B.; Machial, C.M. Pesticides based on plant essential oils: from traditional practice to 2265 
commercialization. In: Rai, M., Carpinella, M.C. (Eds.), Naturally Occurring Bioactive Compounds. 2266 
Advances in phytomedicine, 2006, 3, 29–44. doi: 10.1016/S1572-557X(06)03002-9 2267 
294. Secretariat to the Convention on Biological Diversity: The Cartagena Protocol on Biosafety. Montreal, QC. 2268 
2000 2269 
295. Khan, M.S.; Khan, M.A.; Ahmad, D. Assessing utilization and environmental risks of important genes in 2270 
plant abiotic stress tolerance. Front. Plant Sci. 2016, 7, 792. doi: 10.3389/fpls.2016.00792. 2271 
296. Kikuchi, A.; Yu, X.; Shimazaki, T.; Kawaoka, A.; Ebinuma, H.; Kazuo N. Watanabe Allelopathy assessments 2272 
for the environmental biosafety of the salt-tolerant transgenic Eucalyptus camaldulensis, genotypes codA 2273 
12-5B, codA 12-5C, and codA 20C. J. Wood Sci. 2009, 55, 149–153. doi: 10.1007/s10086-008-1007-z. 2274 
297. Yu, X.; Kikuchi, A.; Matsunaga, E.; Shimada, T.; Watanabe, K.N. Environmental biosafety assessment on 2275 
transgenic Eucalyptus globulus harboring the choline oxidase (codA) gene in semi-confined condition. Plant 2276 
Biotechnology 2013, 30, 73–76. doi: 10.5511/plantbiotechnology.12.1026a. 2277 
Molecules 2019, 24, x FOR PEER REVIEW 56 of 57 
 
298. Yu, X.; Kikuchi, A.; Matsunaga, E.; Kawaoka, A.; Ebinuma, H.; Watanabe, K.N. A field trial to assess the 2278 
environmental biosafety of codA-transgenic Eucalyptus camaldulensis cultivation. Plant Biotechnology 2013, 2279 
30, 357–363. doi: 10.5511/plantbiotechnology.13.0430a. 2280 
299. Gilani, S.A.; Kikuchi, A.; Xiang Yu, X.; Ahmad, M.Z.; Mami Sugano, M.; Fujii, Y.; Kazuo, N. Watanabe 2281 
difference between non-transgenic and salt tolerant transgenic Eucalyptus camaldulensis for diversity and 2282 
allelopathic effects of essential oils Pak. J. Bot. 2017, 49, 345-351. 2283 
300. Ohara, K.; Matsunaga, E.;, Nanto, K.; Yamamoto, K.; Sasaki, K.; Ebinuma, H.;, Yazaki, K. Monoterpene 2284 
engineering in a woody plant Eucalyptus camaldulensis using a limonene synthase cDNA. Plant Biotech. J. 2285 
2010, 8, 28–37. doi: 10.1111/j.1467-7652.2009.00461.x 2286 
301. Lucas, A.M.; Pasquali, G.; Astarita, L.V.; Cassel, E. Comparison of genetically engineered (GE) and 2287 
non-GE Eucalyptus trees using secondary metabolites obtained by steam distillation. J. Essential Oil Res. 2288 
2017, 29, 22–31. http://dx.doi.org/10.1080/10412905.2016.1187674 2289 
302. USDA APHIS. 2011. Petition for Determination of Non-regulated Status for Freeze Tolerant Hybrid 2290 
Eucalyptus Lines: http://www.aphis.usda.gov/brs/aphisdocs/11_01901p.pdf 2291 
303. Rastogi, S.; Dwivedi, U.N. Down-regulation of lignin biosynthesis in transgenic Leucaena leucocephala 2292 
harboring O-methyltransferase gene. Biotechnol Prog. 2006, 22, 609-16. doi: 10.1021/bp050206+. 2293 
304. Jube, S.; Borthakur, D. Transgenic Leucaena leucocephala expressing the Rhizobium gene pydA encoding a 2294 
meta-cleavage dioxygenase shows reduced mimosine content. Plant Physiology and Biochemistry 2010, 48, 2295 
273e278. doi: 10.1016/j.plaphy.2010.01.005.  2296 
305. Taniguchi, T.; Ohmiya, Y.; Kurita, M.; Tsubomura, M.; Kondo, T.; Park, Y.W.; Baba, K.; Hayashi, T. 2297 
Biosafety assessment of transgenic poplars overexpressing xyloglucanase (AaXEG2) prior to field trials. J. 2298 
Wood Sci. 2008, 54, 408–413. doi: 10.1007/s10086-008-0967-3.  2299 
306. Newhouse, A.E.; Oakes, A.D.; Pilkey, H.C.; Roden, H.E.; Horton, T.R. Powell, W.A. Transgenic American 2300 
chestnuts do not inhibit germination of native seeds or colonization of mycorrhizal fungi. Front. Plant Sci. 2301 
2018, 9, 1046. doi: 10.3389/fpls.2018.01046. 2302 
307. Kovalitskaya Y.A., Dayanova L.K., Azarova A.B. and Shestibratov K.A. RNA Interference-mediated 2303 
down-regulation of 4-coumarate: Coenzyme A ligase in Populus tremula alters lignification and plant 2304 
growth. International Journal of Environmental & Science Education 2016, 11 (18), 12259-12271. 2305 
308. Kovalitskaya Yu.A., Kovalenko N.P., Shestibratov K.A. Populus tremula plants with reduced expression of 2306 
the 4-coumarate-CoA ligase demonstrated defects of the rhizogenesis. International Journal of Engineering & 2307 
Technology 2018, V7(4.36), 1139-1144. 2308 
309. Coder K.D. Warnell, B.D. Potential Allelopathy in Different Tree Species. University of Georgia, Warnell 2309 
School of Forest Resources; 1999.  2310 
310. Laitinen, M.; Julkunen-Tiitto, R.; Tahvanainen, J.; Heinonen, J.; Rousi, M. Variation in birch (Betula pendula) 2311 
shoot secondary chemistry due to genotype, environment, and ontogeny. J. Chem. Ecol. 2005, 31, 697–717. 2312 
311. Peltonen PA, Vapaavuori E, Julkunen-Tiitto R: Accumulation of phenolic compounds in birch leaves is 2313 
changed by elevated carbon dioxide and ozone. Global Change Biol. 2005, 11, 1305-1324. 2314 
https://doi.org/10.1111/j.1365-2486.2005.00979.x 2315 
312. Lebedev, V.G.; Schestibratov, K.A.; Shadrina, T.E.;, Bulatova, I.V.; Abramochkin, D.G.; Miroshnikov, A.I. 2316 
Cotransformation of aspen and birch with three T-DNA regions from two different replicons in one 2317 
Agrobacterium tumefaciens strain. Rus. J. Genet. 2010, 46, 1282-1289. doi: 10.1134/S1022795410110025 2318 
Molecules 2019, 24, x FOR PEER REVIEW 57 of 57 
 
313. Lebedev, V.G.; Korobova, A.V.; Shendel, G.V.; Kudoyarova, G.R.; Schestibratov, K.A. Effect of glutamine 2319 
synthetase gene overexpression in birch (Betula pubescens) plants on auxin content and rooting in vitro. 2320 
Dokl. Biochem. Biophysics. 2018, 480, 143-145. doi: 10.1134/S1607672918030043 2321 
314. Lebedev, V.G.; Kovalenko, N.P.; Shestibratov, K.A. Influence of nitrogen availability on growth of two 2322 
transgenic birch species carrying the pine GS1a gene. Plants. 2017, 6, 4. doi:10.3390/plants6010004  2323 
315. Xu, M.; Galhano, R.; Wiemann, P.; Bueno, E.; Tiernan, M.; Wu, W.; Chung, I-M.; Gershenzon, J.; Tudzynski, 2324 
B.; Sesma, A.; Peters, R.J. Genetic evidence for natural product-mediated plant–plant allelopathy in rice 2325 
(Oryza sativa). New Phytol. 2012, 193, 570–575. doi: 10.1111/j.1469-8137.2011.04005.x. 2326 
316. Fang, C. X.; Zhuang, Y.E.; Xu, T.C.; Li, Y.Z.; Li, Y.; Lin, W.X. Changes in rice allelopathy and rhizosphere 2327 
microflora by inhibiting rice phenylalanine ammonia-lyase gene expression. J.Chem. Ecol. 2013, 39, 2328 
204–212. doi: 10.1007/s10886-013-0249-4. 2329 
317. Stanišić M, Ćosić T, Savić J, Krstić-Milošević D, Mišić D, Smigocki A, Ninković S, Banjac N. Hairy root 2330 
culture as a valuable tool for allelopathic studies in apple. Tree Physiol. 2019 Feb 28. pii: tpz006. doi: 2331 
10.1093/treephys/tpz006 2332 
318. Ramirez-Estrada K, Vidal-Limon H, Hidalgo D, Moyano E, Golenioswki M, Cusidó RM, Palazon J 2333 
Elicitation, an effective strategy for the biotechnological production of bioactive high-added value 2334 
compounds in plant cell factories. Molecules 2016 21:1–24. https://doi.org/10.3390/molecules21020182 2335 
 2336 
Sample Availability: Samples of the compounds are available from the authors. 2337 
 
© 2019 by the authors. Submitted for possible open access publication under the terms 
and conditions of the Creative Commons Attribution (CC BY) license 
(http://creativecommons.org/licenses/by/4.0/). 
 2338 
